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FOREWORD

This is the second of a series of three reports describing the technical and scientific
basis of the CalTOX risk assessment model.  The major objective of  CalTOX is to
improve the accuracy of risk assessment information presented to risk managers.  In
the development of CalTOX, the Department of Toxic Substance Control (DTSC) has
given great weight to scientific credibility.  A recognized international expert in the
field of environmental chemical transport and risk assessment developed the
model based on publications in the peer-reviewed scientific literature.  These
CalTOX reports have undergone three review and revision cycles focusing
exclusively on the technical and scientific issues.

The reader will note that every page has a disclaimer regarding the use of these
documents for regulatory action.  The Department of Toxic Substances Control has
intentionally avoided issues relating to the application of the model to assess risk
for regulatory action in this document.   Every effort has been made to prevent non-
scientific regulatory considerations from jeopardizing the scientific credibility of the
model.  However, these regulatory considerations must be addressed before the
model can be used for regulatory action.  CalTOX differs from current regulatory risk
assessment practices in a number of areas.  These differences include a stochastic
method of estimating risk and a description of  chemical transport in the
environment that allows for source depletion.  Existing risk assessment policy will
not be adequate to guide the use of CalTOX in regulatory applications.   Therefore,
additional policy will have to be developed before the model can be implemented to
assess risk for regulatory decision making.  These technical reports should be
viewed as describing the technical basis around which future policy will be
developed.  These reports do not contain that policy context and are insufficient for
applying the model to assess risk as a basis for regulatory action.  Therefore, do not

cite, quote or use these documents to support any regulatory action.
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CalTOX, A Multimedia Total Exposure Model for

Hazardous-Waste Sites

Part II: The Dynamic Multimedia Transport and Transformation Model

ABSTRACT

Environmental scientists recognize that the environment functions as a
complex, interconnected system.  A scientifically based risk-management strategy for
many contaminants requires a comprehensive and integrated assessment of local
and regional transport and transformation processes.  In response to this need,
environmental scientists have developed multimedia models that simulate the
movement and transformation of chemicals as they spread through air, water,
plants, soils, sediments, surface water, and ground water.  In these models, each
component of the environment is treated as a homogeneous subsystem or
compartment that can exchange water, nutrients, and chemical contaminants with
other adjacent compartments.  In this report, we describe the development of a
dynamic multimedia model that can be used to assess time-varying concentrations
of contaminants released continuously to air, the soil surface, or surface water or
introduced initially to subsurface soil layers.  We examine how chemical properties
affect the distribution of contaminants among multiple environmental media.  This
distribution determines both the ultimate route and quantity of human and biotic
contact.
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INTRODUCTION

In 1985, the Council on Environmental Quality (CEQ, 1985) recommended
that long-term environmental research focus on (1) contaminant-transfer rates
among environmental media (i.e., soil, water, and air); (2) geohydrological processes
at soil/water/air interfaces; (3) the role of biological, physical, and chemical processes
in biogeochemical transport; and (4) the scientific basis for quantitative risk
assessment (CEQ, 1985).  The nature of these processes requires a multimedia
approach.  In contrast to the single-medium paradigm for assessing exposure, in a
multimedia approach, we locate all points of release to the environment;
characterize mass-balance relationships (e.g., between sources and sinks in the
environment); trace contaminants through the entire environmental system,
observing and recording changes in form as they occur; and identify where in this
chain of events control efforts would be most appropriate.  This type of information
has focused attention on the behavior of chemicals released from modern industrial
economies into the environment.  Organic-chemical, inorganic-chemical, and
radionuclide contamination of soils as well as the release of volatile organic
compounds to air and to soil and toxic-chemical runoff to surface water are all
multimedia problems.

In this report, we describe the development of a dynamic multimedia model
that can be used to assess time-varying concentrations of contaminants introduced
initially to subsurface soil layers or for contaminants released continuously to air, to
the ground surface, or to surface water.  We examine how chemical properties affect
both the ultimate route and quantity of human and biotic contact.  We are
particularly interested in those components of the environment with which
humans are most likely to have contact.  In order to carry out this characterization,
we view the environment as a series of interacting compartments.  In this
framework, one must determine whether a substance will (a) remain or accumulate
within the compartment of its origin, (b) be physically, chemically, or biologically
transformed within the compartment of its origin (i.e., by hydrolysis, oxidation, etc.),
or (c) be transported to another compartment by cross-media transfer that involves
dispersion or advection (i.e., volatilization, precipitation, etc.).

The purpose of this report is to provide an overview of methods that can be
used to determine how the competition among these processes results in temporal
and spatial variations of the concentrations of contaminants in the environment.
In the sections below, we describe methods and models that are incorporated into
the CalTOX spreadsheet.  We begin by providing a background discussion on
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multimedia modeling and some of the underlying science and policy issues that
have given rise to this approach.  We next provide an overview of the CalTOX
multimedia transport and transformation model including identification of its
seven compartments and the nature of the mathematical models describing
chemical transport and fate in this seven-compartment system.  Also in this section,
we consider for each compartment transport processes that lead to the dispersion of
substances within a single environmental medium.  In the next section, we define
the physical composition and fugacity capacities of each compartment.  This is
followed by a section that addresses transport processes in CalTOX with an emphasis
on cross-media transfers by which contaminants move among two or more
compartments.  The next section deals with transformation processes.  We then
describe the landscape and chemical-property data needed to carry out a multimedia
analysis.  This is followed by a section in which we develop explicit mathematical
descriptions for transformation processes, loss rate constants, and all inter-
compartment rate constants in the CalTOX model.  We then show how these rate
constants are used to develop the gain-loss equations for a contaminated landscape
unit and develop a dynamic solution to this set of equations.  The use of the CalTOX
model is illustrated with several example calculations.  The contaminants
considered include the volatile organic compounds trichloroethylene (TCE) and
tetrachloroethylene (PCE), the semi-volatile organic compound benzo(a)pyrene, and
the radionuclides tritium and uranium-238.  We conclude the report with a
summary of the model and a discussion of its strengths, weaknesses, and
uncertainties.

BACKGROUND

In response to the need for multimedia models in risk assessment, a number
of multimedia transport and transformation models have appeared.  These models
use the partitioning, reaction, and intermedia-transport properties of a chemical in a
representative or generic environment to assess impacts such as health risk.  Each
compartment of the environment is treated as a homogeneous subsystem that can
exchange water, nutrients, and chemical contaminants with other adjacent
compartments.  There are two basic features that make compartment models
suitable for an integrated model of transport and transformation in air, water, and
soil environments.  First, each compartment forms a unit in which one can balance
gains and losses attributable to sources, transfers to and from other compartments,
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and physicochemical transformations.  Second, each compartment forms a unit in
which we can evaluate chemical partitioning according to chemical equilibria.

Efforts to assess human exposure from multiple media date back to the 1950's
when the need to assess human exposure to global fallout led rapidly to a
framework that included transport both through and among air, soil, surface water,
vegetation, and food chains (Whicker and Kirchner, 1987).  Efforts to apply such a
framework to nonradioactive organic and inorganic toxic chemicals have been more
recent and have not as yet achieved the level of sophistication extant in the
radioecology field.  In an early book on multimedia transport, Thibodeaux (1979)
proposed the term “chemodynamics” to describe a set of integrated methods for
assessing the cross-media transfers of organic chemicals.  The first widely used
multimedia compartment models for organic chemicals were the "fugacity" models
proposed by Mackay (1979) and Mackay and Paterson (1981, 1982).  Fugacity models
have been used extensively for modeling the transport and transformation of
chemical contaminants in complex environmental systems (see Mackay, 1991).
Fugacity is a way of  representing chemical activity at low concentrations.  Cohen
and his co-workers introduced the concept of the multimedia compartment model
as a screening tool with the MCM model (Cohen and Ryan, 1985) and more recently
with the spatial multimedia compartment model (SMCM) model (Cohen et al.,
1990), which allows for nonuniformity in some compartments.  Another
multimedia screening model, called GEOTOX (McKone and Layton, 1986; McKone,
et al., 1987), was one of the earliest multimedia models to explicitly address human
exposure.  The proceedings of two recent workshops (Cohen, 1986; Allen et al., 1989),
both held at the National Center for Intermedia Transport at the University of
California, Los Angeles (UCLA), provide an overview of current research on
multimedia transport, transformation, and human exposure.

Sources, Transport, and Transformation

Three dynamic processes must be balanced in a multimedia model—sources,
transport, and transformation.

Knowledge of source-term characteristics is an important first step in the
multimedia analysis.  Pertinent information includes the physical and chemical
properties of the substance(s) released and attributes of the source (e.g., emission
rates or depth of and method of incorporation for soil contaminants).  Sources can
be categorized in terms of space (e.g., area source vs. point source), time (e.g.,
transient vs. chronic release), and mode of formation.



December 1993, DRAFT FINAL

-5-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

In a multimedia model, major components of the environment are lumped
into homogeneous subsystems or compartments that can exchange mass with other
adjacent compartments.  Quantities or concentrations within compartments are
described by a set of linear, coupled, first-order differential equations.  A
compartment is described by its total mass, total volume, solid-phase mass, liquid-
phase mass, and/or gas-phase mass.  Mass flows among compartments include
solid-phase flows, such as dust suspension or deposition, and liquid-phase flows,
such as surface runoff and ground-water recharge.  The transport of individual
chemical species among compartments occurs by diffusion and advection at the
compartment boundaries.  Each chemical species is assumed to reach chemical
equilibria among the phases within a single compartment.  However, there is no
requirement for equilibrium between adjacent compartments.  Decay and
transformation processes (such as radioactive decay, photolysis, biodegradation, etc.)
are typically treated as first-order, irreversible removals.

Fugacity Models

Fugacity models have been used extensively for modeling the transport and
transformation of nonionic organic chemicals in complex environmental systems.
Modified fugacity and fugacity-type models have also been used for ionic-organic
and inorganic species, including metals.  Fugacity is a way of  representing chemical
activity at low concentrations.  Fugacity has units of pressure (pascal [Pa]) and can be
regarded physically as the partial pressure or escaping potential exerted by a chemical
in one physical phase or compartment on another (Mackay, 1979, 1991; Mackay and
Paterson, 1981, 1982).  When two or more media are in equilibrium, the escaping
tendency (the fugacity) of a chemical is the same in all phases.  This characteristic of
fugacity-based modeling often simplifies the mathematics involved in calculating
partitioning.  Fugacity models can also be used to represent a dynamic system in
which the fugacities in two adjacent media are changing in time due to an
imbalance of sources and losses or a dynamic system that has achieved steady state
by balancing gains and losses even though fugacities are not equal.

At low concentrations, like those typical of environmental interest, fugacity, ƒ
(Pa), is linearly related to concentration C (mol/m3) through the fugacity capacity, Z
(mol/m3-Pa),

C = ƒZ  . [1]
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Z depends on the physical and chemical properties of the chemical and on various
characteristics of phase, such as temperature and density.  The property that
fugacities are equal at equilibrium allows for simple determination of Z values from
partition coefficients.  For example for two phases in equilibrium (phase 1 and 2):

C1/C2 = ƒZ1/ƒZ2 = Z1/Z2 = K12  , [2]

where C1 and C2 are the concentrations in each phase, Z1 and Z2 are the fugacity
capacities of each phase, and K12 is a dimensionless partition coefficient, such as
Kow, the octanol-water partition coefficient.

One of the major advantages of fugacity models is their ability to represent
diffusive and advective intermedia-transport processes.  In a fugacity model, the net
diffusive flux, in mol/m2-d, across an interface is given by

flux = Y12 (ƒ1 - ƒ2)  , [3]

where Y12 is the fugacity mass-transfer coefficient across the boundary between
medium 1 and medium 2 with units mol/(m2-Pa-d) and ƒ1 and ƒ2 are the fugacities

of medium 1 and medium 2.  Equation [3] is analogous to the flow of electrons in a
circuit, in which (ƒ1-ƒ2) acts as a voltage difference, Y12 acts as a conductance, and the

mass flux serves as the equivalent of electrical current.  The fugacity mass-transfer
coefficient depends only on the mass transfer coefficient on either side of the
interface.

    
Y12 = 1

Z1U1
+ 1

Z2U2







−1

, [4]

where U1 and U2 are the mass-transfer coefficients (m/d) in the boundary layers in
medium 1 and medium 2 and Z1 and Z2 are the fugacity capacities of medium 1 and

medium 2.   The net advective flux between medium 1 and medium 2 is given by

flux = Zwater [F
w
12   ƒ1 - F

w
21  ƒ2] + Z1p F

p
12  ƒ1 – Z2p F

p
21  ƒ2  , [5]

where Zwater is the fugacity capacity of water, mol/m3-Pa; F
w
12  is the flux of water

from medium 1 to 2, m3/m2-d;  F
w
21  is the flux of water from medium 2 to 1,
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m3/m2-d; Z1p and Z2p are, respectively, the fugacity capacities of the solid phases of

media 1 and 2, mol/m3-Pa; F
p
12  is the flux of solids from medium 1 to 2, m3/m2-d;

and F
p
21  is the flux of solids from medium 2 to 1, m3/m2-d.

OVERVIEW OF THE CalTOX MULTIMEDIA MODEL

CalTOX is a seven-compartment regional and dynamic multimedia fugacity
model that was developed for assessing the spread of contamination among the
environmental media at a landscape unit that represents a toxic-substances-release
site.  It is designed to model a landscape on the order of 1,000 to 107 m2.  Smaller
landscape areas can be treated with the model, but in such cases the model has
greater uncertainty associated with model predictions and the persistence of
contamination.  CalTOX is a spreadsheet model and has been developed with the
EXCEL application on Macintosh and IBM-type personal computers.

In this section, we describe the objectives of the model, critical sensitivities
and uncertainties, the chemical classes for which it is appropriate, and situations for
which the model should not be used.  We also describe the general structure of the
CalTOX model and its compartments; the form of the differential equations
describing the balance of contaminant gains and losses in each compartment; the
structure, mass, volume, and phase composition of the compartments; and the
fugacity capacities of organic and inorganic chemicals in each CalTOX compartment.

Objectives, Capabilities, and Limitations

The precision of environmental models is most often limited by the precision
of the inputs.  Under these conditions increasing the complexity of models does not
necessarily increase the precision of model predictions and might often decrease it.
The most simple view of the environment that could be posed in an
environmental model is that of a world composed of a number of phases, each
homogenous, well-mixed and static.  Our goal in developing the CalTOX model was
to start with this view and then add compartments, heterogeneity, and time
dependence reluctantly but as necessary.  There are two components to the CalTOX
model, the multimedia transport and transformation model and the exposure
pathways model.  The objectives, capabilities, and limitations of the multimedia
transport and transformation model are discussed here.
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The CalTOX model relies on fugacity as a means of describing the mass
potential of organic and inorganic chemical species among a set of connected
environmental compartments.  The fugacity approach is best suited to nonionic
organic chemicals for which partitioning is related strongly to chemical properties,
such as vapor pressure, solubility, and the octanol-water partition coefficient.
CalTOX has been designed to also handle ionic organic and inorganic contaminants
such as radionuclides and metals, based on a modified fugacity-type approach.  For
all species, fugacity and fugacity capacities are used to represent mass potential and
mass storage within compartments.  Mathematically, CalTOX addresses the
inventory of a chemical in each compartment and the likelihood that, over a given
period of time, that chemical will remain in the compartment, be transported to
some other compartment, or be transformed into some other chemical species.

CalTOX is a lumped systems, zero-(spatial)-dimension model.  This means
that it includes compartments to represent various components of the
environment, but that there are no explicit vertical or horizontal dimensions in
these compartments.  However, because of the nature of these compartments, and
the way mass exchange is modeled among these compartments, there are implicit
transport vectors within the model.  Transport in the soil column is implicitly
vertical within CalTOX, chemicals move up toward the atmosphere and/or down to
ground water.  Once in the atmosphere contaminants either move vertically back to
the ground-surface soil or to surface water or are blown by wind horizontally out of
the landscape.  Transport from soil to surface water is implicitly horizontal and at
the surface.  Implicit in CalTOX is the assumption that, in the unsaturated soil
layers, vertical transport is much greater than horizontal.  In level terrain, we
estimate that this assumption holds for landscapes on the order of 1,000 m2 or
greater.  CalTOX has more resolution of chemical transport in soils than in surface
waters and is intended for landscapes in which there is a large ratio of land area to
surface-water area.  CalTOX was designed to be applied over long time periods,
months to years, when seasonally and yearly averaged partition factors apply.

Model Objectives

The major objective of CalTOX is to provide risk decision makers with an
representation of  both how potential human exposure comes about and how
precisely it can be quantified for soil-bound contaminants.  In order to meet this
goal, the objectives of the multimedia transport and transformation components of
CalTOX are to (1) provide realistic (although) uncertain ranges of contaminant
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concentrations available in environmental media at a contaminated site, (2) provide
a relatively simple and accessible model, (3) conserve contaminant mass and comply
with laws of chemical equilibrium, (4) address both transport and transformation
processes, (5) allow for a distinction between environmental concentrations and
exposure concentrations, (6) be compatible with uncertainty and sensitivity analyses,
(7) provide time-varying chemical inventories, and (8) be capable of addressing both
continuous inputs and initial concentrations.

Chemical Classes

The are many classes of chemicals that must be addressed in environmental
transport/transformation models, including organic chemicals, metals, inorganic
chemicals, and radionuclides.  These chemicals species can also be categorized
according to the physical state in which they are introduced to the environment
(gas, liquid, or solid), according to whether they dissociate in solution (ionic or
nonionic) and according to the charge distribution on the molecule (polar or
nonpolar).  The traditional fugacity approach is most appropriate for nonionic,
organic chemicals in a liquid or gaseous state.  However, with modifications for
condensation of solids on air particles, this approach can be made appropriate for
solid-phase organic chemicals.  Additional adjustments make possible the treatment
of inorganic species, metals, and fully ionized organic species.  Metals (such as
mercury) and inorganic chemicals with a relatively large vapor pressure pose special
problems, which are not addressed here.  Special modeling problems also occur with
mixed polarity, dissociating organic species, such as surfactants.  The CalTOX model,
in descending order of reliability, is capable of handling nonionic organic chemicals,
radionuclides, fully dissociating organic and inorganic chemicals, and solid-phase
metal species.  With careful attention to inputs, the model can be used for partially
dissociated organic and inorganic species.  The model has not been designed to work
with surfactants, inorganic chemicals species with high vapor-pressure-to-solubility
ratios, and volatile metals such as mercury.

Critical Sensitivities and Uncertainties

Sensitivity analysis as applied to mathematical models involves the
determination of the changes in model response as a result of changes in individual
model parameters, whereas uncertainty analysis involves the determination of the
variation or imprecision in an output function based on the collective variance of
model inputs.  There are five factors that determine the precision or reliability of an
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environmental transfer model.  These are (1) specification of the problem (scenario
development), (2) formulation of the conceptual model (the influence diagram),
(3) formulation of the computational model, (4) estimation of parameter values,
and (5) calculation and documentation of results including uncertainties (IAEA,
1989).   Parameter uncertainties and sensitivities are addressed in a supplemental
report on model inputs (including ranges and coefficients of variability).  However,
it should be recognized at the outset that there are some important inherent
sensitivities and uncertainties in the CalTOX approach.

Many of the model sensitivities are highly dependent on the chemical
properties of the chemical species being modeled.  Nonetheless, in all cases the
model is very sensitive source terms.  All model predictions are directly
proportional to the initial inventory or input rates used.  For many applications of a
model such as CalTOX source data has large variability and/or uncertainty.  This is
particularly the case for contaminant measurements in soils.  For most chemicals,
another important model sensitivity is to the magnitude of the transformation rates
in soils, air, surface water, and/or sediments.  These rate constants can have a large
impact on the predicted persistence of any chemical species and are often the most
uncertain inputs to the model.  For volatile chemicals, the model is sensitive to the
magnitude of the air-water partition coefficient.  For semi-volatile chemicals and
inorganic species the model is more sensitive to the soil-water partition coefficients.
It is assumed that these partition coefficients are linear and reversible.  When this is
not the case, the reliability of the model is reduced because of the uncertainties about
how far soil partition processes are from this ideal behavior.

What the CalTOX Transport Model Should Not Be Used For

As is the case with any model, CalTOX was designed for use in a limited range
of spatial scales, time scales, geographic conditions, and chemical classes.  As has
been noted above it is not for surfactants or volatile metals.  It should be used for
partially ionized organic chemicals only when great care is exercised to adjust the
partition coefficients to make sure they are appropriate for the pH of the landscape
under consideration.  CalTOX is intended for application over long time scales,
several months to decades.  It should be used cautiously for time periods less than
one year and then only when properly time-averaged landscape properties are
employed.  It should not be used for landscapes in which water occupies more than
10% of the land surface area.  CalTOX is designed for modeling very low
concentrations of contamination.  When contaminant concentration exceeds the
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solubility limit in any phase, the results of the model are no longer valid.  There is a
warning in the spreadsheet model to warn the user when this happens.

CalTOX should not be used as substitute for measured data, where it is
available.

Model Structure

In the CalTOX multimedia model, major components of the environment
are lumped into homogeneous subsystems or compartments that can exchange
mass with other adjacent compartments.  The seven-compartment structure used in
CalTOX is illustrated in Figure 1.  Quantities or concentrations within
compartments are described by a set of linear, coupled, first-order differential
equations.  A compartment is described by its total mass, total volume, solid-phase
mass, liquid-phase mass, and gas-phase mass.  Contaminants are moved among and
lost from each compartment through a series of transport and transformation
processes that can be represented mathematically as first-order losses.  Thus, the
transport and transformation equations solved in CalTOX have the form:

d
dt  Ni(t) = – RiNi(t) –∑

j=1

m
 Tij Ni(t)  + ∑

j=1

m
Tji Nj(t) + Si(t) – TioNi(t)

[6]

 j≠i  j≠i

where, Ni(t) is the time-varying inventory of a chemical species in compartment i,
mol; Ri is the first-order rate constant for removal of the species from compartment
i by transformation, 1/d; Tij is the rate constant for the transfer of the species from
compartment i  to compartment j; and, similarly, Tji is the rate constant for the
transfer of the species from compartment j to compartment i, both in 1/d; Tio is the

rate constant for the transfer of the species from compartment i to a point outside of
the defined landscape system, 1/d; Si is the source term for the species into

compartment i, mole/d; and m is the total number of compartments  within the
landscape system.  Equation [6] is solved for the seven compartments shown in
Figure 1.  The air, surface water, ground-surface-soil, plants, and sediment
compartments are assumed to be in quasi-steady state with the root-zone-soil, and
vadose-zone-soil compartments.  Contaminant inventories in the root-zone soil
and vadose-soil zone are treated as time-varying state variables.  Contaminant
concentrations in ground water are based on the leachate from the vadose-zone soil.
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Surface
water

SedimentTo ground water

Vadose-zone soil

Ground-
surface soil

Plants

Air

Root-zone soil

Sediment

Figure 1. An illustration of mass-exchange processes modeled in the CalTOX seven-
compartment environmental transport and transformation model.
(Ground water is not explicitly modeled in the system of equations but is
used in the exposure calculations.)

Gains and Losses

Predicting the movement of a toxic substance in the environment involves
the use of models that describe the partitioning of chemical species among the
various environmental media, including air, water, soils, and sediments.  One
approach to this problem is the use of compartment models.  As noted above,
models of this type have been developed over the last decade for studying the global
fate of toxic elements and radionuclides and for studying the transport and
transformation of organic chemicals.  There are two basic features that make
compartment models suitable for modeling transport and transformation in air,
water, or soil.  First, each compartment forms a unit in which one can balance gains
and losses attributable to sources, transfers from other compartments, transfers to
other compartments, and physical/chemical transformations.  Second, each
compartment forms a unit in which we can evaluate chemical partitioning
according to thermodynamic principles.  Also, in combination, these two features
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allow us to model not only the distribution within a compartment but how this
intra-compartment distribution impacts inter-compartment transfers.

Illustrated in Figure 2 are the types of gains and losses that are considered in
defining the inventory of each compartment in the CalTOX model.  Listed in Table I
are the specific gains and losses that are represented in each of the seven CalTOX
compartments for which mass inventory is explicitly modeled.  CalTOX simulates
all decay and transformation processes (such as radioactive decay, photolysis,
biodegradation, etc.) as first-order, irreversible removals.

Mass flows among compartments include solid-phase flows, such as dust
suspension or deposition, and liquid-phase flows, such as surface run-off and
ground-water recharge.  The transport of individual chemical species among
compartments occurs by diffusion and advection at the compartment boundaries.
Each chemical species is assumed to achieve chemical equilibrium among the
phases within a single compartment.  However, there is no requirement for
equilibrium between adjacent compartments.  As an example, consider the root-
zone soil layer, which contains solids, liquids, and gases.  An organic chemical added
to the soil distributes itself among these three phases such that it achieves chemical
and physical equilibrium.  Among the potential transport pathways from the root-
zone soil compartment are liquid advection (soil water runoff), solid-phase

Chemical 
inventory or 
concentration

Sources

Flow from other 
compartments

Flow to other 
compartments

Transport out of 
the landscape

Transformation 
and decay

Gains Losses
Compartment

Transformation 
and decay

Figure 2. An illustration of the balancing of gains and losses in an environmental
transport and transformation model, such as CalTOX.
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Table I.  Summary of the processes by which contaminants are exchanged and lost
among seven CalTOX compartments.

Compartment Gains Losses

(1) Air (both the gas
phase and particles
of the troposphere)

diffusion from soil
diffusion from plants
diffusion from surface water
resuspension of deposited soil

particles
contaminant sources

diffusion to ground-surface soil
diffusion to surface water
diffusion to plants
washout by rainfall
convection losses
deposition to soil
deposition to plants
deposition to surface water
chemical/physical transformation

(2) Plants (land
vegetation)

deposition of particles from air
foliar uptake
root-uptake from root-zone soil

diffusion from leaf surfaces
washoff from leaf surfaces
chemical/physical transformation

(3) Ground-surface soil
diffusion from air
diffusion from root-zone soil
washout from air by rainfall
dry deposition of air particles
contaminant sources

diffusion to air
diffusion to root-zone soil
advection to root-zone soil
soil solution runoff
erosion (mineral runoff) to surface

water
resuspension of soil particles
chemical/physical transformation

(4) Root-zone soil
diffusion from ground-surface soil
advection from ground-surface

soil
contaminant sources

diffusion to ground-surface soil
infiltration (leaching) to vadose-

zone soil
chemical/physical transformation

(5) Vadose-zone soil
infiltration from root-zone soil
contaminant sources

infiltration to ground-water zone

(6) Surface water
diffusion from air
washout by rainfall
deposition of atmospheric

particles
soil solution runoff
erosion (mineral runoff)
diffusion from sediment
sediment resuspension
contaminant sources

sediment deposition
diffusion of vapors to air
diffusion to sediment
surface-water outflow
chemical/physical transformation

(7) Sediment layer
diffusion from surface water
sediment deposition (from surface

water)

diffusion to surface water
sediment resuspension
chemical/physical transformation
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advection (erosion to surface water or dust stirred up and blown about), and
diffusion from both the soil gas phase and soil water into the lower atmosphere.
Figure 3 illustrates how the combination of partitioning among the liquid, solid,
and/or gas phases of individual compartments determines not only the
contaminant fate within that compartment but also the rate and pathway (i.e.,
diffusion, solid-phase advection, or liquid-phase advection) by which a contaminant
flows among the seven CalTOX compartments.  In this diagram, CS refers to
contaminant concentration within the soil phase of a compartment, CL refers to the
contaminant concentration within the liquid phase of a compartment, and CG refers

to the contaminant concentration within the gas phase of compartment.

Source Terms

As is noted in Table I, contaminant sources can be introduced to five of the
CalTOX compartments—air, ground-surface soil, root-zone soil, vadose-zone soil,
and surface water.  In root-zone soil and vadose-zone soil the source must be
specified as an initial concentration.  This type of source is used to represent the
burial of toxic chemicals in soils.  In these cases, the CalTOX model is used to assess
how the slow decay and migration of these soil-layer deposits determine both
concentrations in the soil layers and the concentrations in adjacent environmental
media.  In air, ground-surface soil, and surface water, the source must be specified as
a continuous input.  This type of source is used to represent such things as
atmospheric emissions, pesticide applications, surface-water discharges, and other
types of regional and continuous nonpoint pollution.

The Seven CalTOX Compartments

In this section, we describe the seven CalTOX compartments in terms of their
mass, volume, and the characteristics that influence advection and diffusion at the
boundaries of each compartment.  We put particular emphasis on those factors that
determine whether a substance will (a) remain or accumulate within the
compartment, (b) be physically, chemically, or biologically transformed within the
compartment, or (c) be transported to another compartment by cross-media transfer
that involves diffusion or advection.  The seven CalTOX compartments are (1) air,
(2) ground-surface soil, (3) plants, (4) root-zone soil, (5) the vadose-zone soil below
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Figure 3. Partitioning among the liquid, solid, and/or gas phases of individual compartments determines not only the 
contaminant fate within that compartment but also the rate  and pathway (i.e., diffusion, solid-phase advection, or liquid-
phase advection) by which contaminants  flow among the seven CalTOX compartments.  
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the root zone, (6) surface water, and (7) sediments.  In the remaining sections of this
report, we often refer to these compartments using single-letter representations as
follows: air (a), ground-surface soil (g), plants (p), root-zone soil (s), vadose-zone soil
(v), surface water (w), and sediments (d).

The Lower-Atmosphere or Air Compartment (a)

Substances in outdoor (or ambient) air are dispersed by atmospheric
advection and diffusion.  The volume and mass of the air compartment is defined
by the area of the contaminated landscape and the mixing height of the lower
atmosphere.  Meteorological parameters have an overwhelming influence on the
behavior of contaminants in the lower atmosphere.  Among them, wind
parameters (direction, velocity, and turbulence) and thermal properties (stability) are
the most important.  The standard models for estimating the time and spatial
distribution of point sources of contamination in the atmosphere are the Gaussian
statistical solutions of the atmospheric diffusion equation.  These models are
obtained from solution of the classical differential equation for time-dependent
diffusion in three dimensions.  Pasquill (1961) has discussed the physical basis,
analytical solutions, and the use of these equations.  Turner (1970) and Hanna et al.
(1982) have compiled workbooks on applications of these solutions to air pollution
problems, including the application of the Gaussian models to area and line sources.
There are numerous computer programs available and many papers describing
algorithms for assessing the dispersion of point, line, and volume air pollution
sources.

Another approach to the dispersion of substances in the atmosphere is based
on the application of a mass balance to a volume element, parcel or box of air.  This
gives rise to the “box” models.  In this approach, the region to be studied is divided
into cells or boxes.  The concentration in each box is assumed to be uniform and is a
function of the box volume, the rate at which material is being imported, emission
rates within the box, and the rate at which material is exported from the box.
Gifford and Hanna (1973) have shown that in a simple box model, the yearly
average concentration of contaminant within the box is proportional to the source
strength in mass per unit area divided by the wind speed.  Based on data from U.S.
cities, they have developed for both gases and particles proportionality coefficients
that can be used to estimate long-term contaminant concentrations.  Dispersion in
the air-compartment of CalTOX is based on the box-model approach.  Based on the
work of Hanna et al. (1982), it can be shown that ratio of concentration to source
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predicted by the Gaussian plume model is similar in form to that predicted by the
box model when this ratio is averaged over long time periods (on the order of one
year) and over an area of 10 km2 or greater.  This derivation is provided in
Appendix B.

The Plants Compartment (p)

The dominant component of the terrestrial plants compartment is land
plants.  Plants generally have contact with two environmental media—air and soil.
Plant interactions with these media are not understood well enough to define an
accurate method of predicting chemical uptake.  The translocation of chemicals
from soils appears to be a relatively minor pathway for the accumulation of these
compounds in plants (Fiedler et al., 1991).  In the absence of experimental studies,
there has been a reliance on simple bioconcentration factors (BCFs) that relate either
a soil or air concentration to a plant concentration.  The earliest use of vegetation
BCFs was for assessing the effects of global fallout by relating concentrations of
radionuclides in plants to concentrations in soil (Ng, 1982).  More recently,
vegetation BCFs have been proposed for organic chemicals (Travis and Arms, 1988).
What is meant by the “concentration in a plant” is difficult to define in large plants
where roots, stems, and leaves each may have different chemical concentrations.
Recent studies on the bioconcentration of nonionic-organic chemicals have focused
on correlations between BCFs and known chemical properties such as Henry's law
constant and octanol-water partition coefficients (Bacci et al., 1990; Briggs et al., 1982;
Briggs et al., 1983; Travis and Hattemer-Frey, 1988; Travis and Arms, 1988).
However, McFarlane et al. (1987) have demonstrated experimentally that chemicals
with similar values of Kow can have drastically different long-term partitioning,

pointing out a lack of understanding for the mechanisms determining plant uptake
and partitioning.  The failure of simple BCF correlation models to predict reliably
plant uptake has resulted in the publication of several more-detailed models of
chemical uptake from soil or air by plants.  For radioactive fallout studies, Whicker
and Kirchner (1987) developed a model called PATHWAY, which is a dynamic
model that includes air-plant and soil-plant uptake and includes treatment of plant
growth and senescence.  Calamari et al. (1987) proposed two fugacity-based
equilibrium models of plant uptake.  Riederer (1990) has proposed a fugacity-based
equilibrium model that treats only the leaf-air interface, but includes much detail on
the composition of leaves.  Based on azalea-leaf experiments with five chemicals,
Bacci et al. (1990) have developed a correlation of leaf-air bioconcentration factors
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with air-water and octanol-water partition coefficients.  Trapp et al. (1990) have used
barley plants in growth chambers to develop a four compartment—air, soil, roots,
and shoots—steady-state fugacity model and found that, in most cases, chemicals in
the roots of the barley plants reach equilibrium with the soil, whereas chemicals in
the shoots are in equilibrium with the air.  Paterson and Mackay (1989) have
proposed a seven-compartment fugacity model for plants that, in addition to the
leaves, stem, and roots included in the models described above, includes
compartments for xylem, phloem, and cuticle.  This model was validated against
experimental results obtained by Bacci and Gaggi (1986), who found that foliage
concentrations were not directly dependent on chemical concentration in soil, but
on concentration in air.

In the CalTOX model, vegetation is modeled as a single compartment
consisting of air, water, plant lipids and other materials.  The fugacity capacity of this
compartment is based on a simplified version of the model proposed by Paterson
and Mackay (1989).  From the literature noted above, it can be concluded that, for
nonionic organic chemicals, the fugacity in the total plant mass (that is, both roots
and above-ground biomass) is somewhere between that of the root-zone soil and the
air.  Thus, we assume that the fugacity in the plants is the average of the root-zone
soil and air fugacities.  It can also be determined that, for ionic organic chemicals and
inorganic species, the fugacity in the plant tissues will approach that of the soil
when equilibrium is attained.

The Three Soil Compartments

Soil, the thin outer zone of the earth's crust that supports rooted plants, is the
product of climate and living organisms acting on rock.  A true soil is a mixture of
air, water, mineral, and organic components (Horne, 1978).  The relative mix of
these components determines to a large extent how a chemical will be transported
and/or transformed within the soil.  The movement of water and contaminants in
soil is typically vertical as compared to horizontal transport in the ground-water
(i.e., saturated) zone.  A chemical in soil partitions among soil water, soil solids
(mineral and organic phases), and soil air.  For example, the rate of volatilization of
an organic compound from soil depends on the partitioning of the compound into
the soil air and on the porosity and permeability of the soil.

Soils are characteristically heterogeneous. A trench dug into the soil zone
reveals typically several horizontal layers having different colors and textures.
These multiple layers are often divided into three major horizons: the A horizon,
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which encompasses the root zone and contains a high concentration of organic
matter; the B horizon, which is unsaturated, is below the roots of most plants, and
contains a much lower organic carbon content; and the C horizon, which is the
unsaturated zone of weathered parent rock consisting of bedrock, alluvial material,
glacial material, and/or soil of an earlier geological period (Bowen, 1979).  

Models developed for assessing the behavior of contaminants in soils can be
categorized in terms of the transport/transformation processes being modeled.
Partition models such as the fugacity models of Mackay (1979, 1991) and Mackay and
Paterson (1981, 1982) describe the distribution of a contaminant among the liquid,
solid, and organic phases of soils.  Jury et al. (1983) have developed an analytical
screening model that can be used to calculate the extent to which contaminants
buried in soil evaporate to the atmosphere or infiltrate down to lower soil layers.
The multimedia model GEOTOX (McKone and Layton, 1986) has been used to
determine the inventory of chemical elements and organic compounds in soil
layers following various contamination events.  This model addresses volatilization
to atmosphere, runoff to surface water, leaching to ground water, and first-order
chemical transformation processes.  For radioactive-fallout deposition on
agricultural lands, Whicker and Kirchner (1987) have developed a model that
includes three soil layers, surface soil (0 to 0.1 cm), intermediate soil (0.1 to 25 cm),
and deep soil (>25 cm).

    The Ground-Surface-Soil Compartment (   g   )   .  Studies of radioactive fallout in
agricultural land-management units reveal that, in the absence of tilling, particles
deposited from the atmosphere accumulate in and are resuspended from a thin
ground- or surface-soil layer with a thickness in the range 0.1 to 1 cm (Whicker and
Kirchner, 1987).  The ground-surface-soil layer is at the top of the A soil horizon.
The ground-surface-soil layer has a lower water content and higher gas content than
underlying layers.  Contaminants in this surface-soil layer are transported
horizontally by mechanical runoff and soil-solution runoff to nearby surface waters.
Surface-soil contaminants are susceptible to wind erosion, volatilization, photolysis,
biodegradation, and transfer to plant surfaces by rainsplash.  These contaminants are
transferred to and from the root-zone soil by diffusion and leaching.

    The Root-Zone-Soil Compartment    (s).  Contaminants in the A horizon below
the surface layer, that is, in the root-zone soil, are transported upward by diffusion,
volatilization, root uptake, and capillary motion of water; transported downward by
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diffusion and leaching; and transformed chemically primarily by biodegradation or
hydrolysis.  Soil-water content in the root zone is somewhat higher than that in
surface soils.  The presence of clay in this layer serves to retain water.  The roots of
most plants are confined within the first meter of soil depth.  In agricultural lands,
the depth of plowing is 15 to 25 cm.  In addition, the diffusion depth, which is the
depth below which a contaminant is unlikely to escape by diffusion, is on the order
of a meter or less for all but the most volatile contaminants (Jury et al., 1990).

    The Vadose-Zone-Soil Compartment    (v).  This compartment is used to
represent the soil layers below both the root zone and the diffusion depth and above
the saturated layer.  This compartment can encompass both the B and the C soil
horizons.  The soil in this layer typically has a lower organic carbon content and
lower porosity than the root-zone soil.  Contaminants in this layer are assumed to
move downward to the ground-water zone primarily by capillary motion of water
and leaching.  Chemical transformation in this layer is primarily by biodegradation.

The Surface-Water Compartment (w)

The behavior of chemicals in surface waters is determined by two factors—the
rate of physical transport in the water system and chemical reactivity.  Chemical
reactions in surface waters are discussed below in the section on transformation.
Physical transport process are dependent to a large extent of the type of water body
under consideration—oceans, seas, estuaries, lakes, rivers, or wetlands.  Schnoor
(1981) and Schnoor and MacAvoy (1981) have summarized important issues
relating to surface-water transport.  Fugacity models have been develop by Mackay et
al. (1983a) for lakes and also by Mackay et al. (1983b) for rivers.

At low concentration, contaminants in natural waters exist in both a
dissolved and a sorbed phase.  In slow-moving surface waters, both advection and
dispersion are important.  In rapidly moving water systems, advection controls
mass transport and dissolved substances move at essentially the same velocity as the
bulk water in the water system.  Contaminants that are sorbed to colloidal material
and fine suspended solids can also be entrained in water currents, but they may
undergo additional transport processes that alter their effective residence time in
surface waters.  Such processes include sedimentation and deposition and scouring
and resuspension.  Thus, determining the transport of contaminants in surface
waters requires that we follow both water movement and deposition and
resuspension from sediment.
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A water balance is the first step in assessing surface-water transport.  A water
balance is established by equating gains and losses in a water system with storage.
Water can be stored within estuaries, lakes, rivers, and wetlands by a change in
elevation or stage.  Water gains include inflows (both runoff and stream input) and
direct precipitation.  Water losses include outflows and evaporation.

In CalTOX the surface-water compartment is used to represent the surface-
water body nearest to a contamination site and receiving runoff and/or airborne
deposition from that site.  The surface-water compartment is composed of two
phases, pure water and suspended sediment material that contains the sorbed
contaminants.  Surface waters are assumed to be well-mixed systems.  The surface-
water velocity relative to area, depth, and volume determines the residence time of
the pure-water phase.  The effective residence time of suspended sediments is
determined by both the residence time of the water phase and the deposition and
resuspension rates of the sediments.  Contaminants in surface water are transported
into this compartment by deposition from air, by runoff from soil, and by diffusion
and resuspension from sediments.  Contaminants in surface water are transported
out of this compartment by advection in both the liquid and sediment phases, by
diffusion to air at the upper surface of the water body and by diffusion and
deposition to sediments.

Contaminants in surface water are also taken up by aquatic organisms and
this can also impact the distribution of these contaminants.  In CalTOX, the
modeling of contaminant transport in surface water is based on the assumption that
essentially all the contaminant mass is in either liquid or suspended-solid phases.
This assumption implies that a very small fraction of the total compartment
inventory is distributed among aquatic species.  However, this does not imply that
there are low concentrations in these organisms.  Quite the contrary is often the
case.

The Sediment-Zone Compartment (d)

This compartment represents the porous, active layer of water and solid
material that forms at the bottom of the surface-water compartment primarily as a
result of sediment and organic-matter deposition from the surface water above.
Reuber et al. (1987) note that the bottom sediments of surface-water bodies have at
least two distinct layers—an active layer characterized by a high degree of chemical
and biological activity and a deeper inactive layer in which chemicals are essentially
isolated from the water column.  In lakes, the active layer can be further divided
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into a fluffy or “nepheloid” layer at the water-sediment interface and a more
consolidated lower layer below.  The nepheloid layer consists of about 95% water
and 5% solids and is highly organic in nature;  it consists of deposited particles and
fecal material from the water column and is stirred by currents and by burrowing
animals (Mackay, 1991).  The consolidated layer is on the order of several
centimeters thick and has lower water content, on the order of 50%, but can still
have an abundance of organic material and mixing due to the activities of aquatic
organisms.  The bottom sediments of rivers can be much more turbulent than those
of lakes and tend to have less organic matter and a more rapid mixing due to
resuspension and deposition.

Deposition, resuspension, burial, diffusion, oxidation, and biotransformation
are continuous processes that impact the inventory of contaminants in bottom
sediments.  Deposition of mineral matter and organic matter from surface water to
sediments is a continuous process in any water body and an important mechanism
for transferring particle-bound contaminants to the sediment layer.  In any water
system, some of the deposited material is resuspended by water currents, which
depend on the hydrology of the system.  In lakes, deposition is typically greater than
resuspension and, in rivers, resuspension can equal or exceed deposition.  Burial
refers to the rate at which contaminants move from the active to the inactive layer.
The pore water of the sediment layer together with the colloidal organic matter in
this pore water provide vehicles for diffusion.  Contaminants dissolved in the pore
water or sorbed to the colloids can diffuse or migrate from sediments up to the water
column or down to deeper sediment layers.  Oxidation can play an important role in
the chemical transformation of inorganic and (to a lesser extent) organic chemicals
in the sediment layer.  Biotransformation is also an important transformation
process in the sediment layer.  However, the rate at which these processes can
remove contaminants from sediments depends on the availability of oxygen in the
water column (Mackay, 1991).

Ground-Water Contamination

In the current version of CalTOX, we do not explicitly model the flow and
dilution of contaminants in ground water.  Instead, we consider the concentration
of a contaminant in the water leaching from the vadose-zone soil as an input to the
ground-water zone.  This concentration is used to make calculations of potential
doses to contaminants in ground water.  There is also an option for the user to enter
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a contaminant concentration in ground water and this concentration is used in the
potential dose calculations described in the Part-III report.

In ground water, the dilution of contaminants occurs at much slower rate
than it does in air and surface water.  After water from precipitation infiltrates the
ground surface, it travels vertically down through the unsaturated zone to where it
contacts the water table and then flows approximately horizontally.  This horizontal
movement is driven by the hydraulic gradient, which is the difference in hydraulic
head at two points divided by the distance (along the flow path) between the points.
Bear and Verruijt (1987) and Freeze and Cherry (1979) have compiled extensive
reviews on the theory and modeling of ground-water flow and on the transport of
contaminants in ground water.  The movement of contaminants in ground water is
described by two principal mechanisms—(1) gross fluid movement (advective flow)
and (2) dispersion.  Dispersion depends on both fluid mixing and molecular
diffusion.  The transport of many chemical species in ground water is often slowed
or "retarded" relative to the flow of the bulk fluid by sorption of the contaminant
material to organic material, soil particles, and rock.  Any transport of ground water
away from the contaminated landscape unit should result in reduction in
contaminant concentration.

PARTITION COEFFICIENTS AND FUGACITY CAPACITIES

For each model compartment, we determine the fugacity capacity of the total
compartment from the sum of the volume-fraction-weighted fugacity capacities of
the constituent phases—air, water, particles, and lipids.

Fugacity Capacities in Pure Air, Pure Water, Particles, and Lipids

The fugacity capacity in units of mol/m3-Pa for a nonionic organic chemical
in pure air, Zair, is given by

Zair = 1/RT  , [7]

where R is the universal gas constant, 8.314 Pa-m3/mol-°K, and T is temperature in
kelvins (°K).
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The fugacity capacity in units of mol/m3-Pa for a nonionic organic chemical
in pure water, Zwater, is given by

Zwater = 1/H  , [8]

where H is the Henry's law constant, Pa-m3/mol, which expresses the ratio of
equilibrium activities of a chemical in air (expressed as vapor pressure, Pa) and in
water (mol/m3) when the two phases are well mixed.  Instead of being measured
directly, the Henry's law constant can be estimated as the ratio of measured vapor
pressure, VP, in Pa to water solubility, S, in mol/m3 (Mackay, 1991),

H = VP/S   . [9]

However, when the Henry’s law value is calculated in this way, both the solubility
and the vapor pressure should be determined for the same state—either liquid or
solid.

Soil and Sediment Particles

A chemical in the solid or particle phase of soils, sediments, and surface
waters has a fugacity capacity given by

Zip = KDi × ρsi × Zwater × 
1 m3 water

 1000 L water   , [10]

where Zip is the fugacity capacity of the pure solid phase, mol/m3-Pa; i refers to the
compartment name (i.e., a, g, b, s, etc.); KDi represents, for compartment i, the

sorption coefficient, which is the ratio at equilibrium of chemical concentration
attached to particles (mol/kg) to chemical concentration in the solution, mol/L; and
ρsi is the density of the actual particles in kg/m3 (not the bulk density of the particles
when mixed in solution).  For inorganic chemicals, values of KDi must be derived

either from experiments or implied from geochemical data.  For nonionic organic
chemicals, Karickhoff (1981) has shown that the sorption coefficient, KDi, can be
related to the product of the organic-carbon partition coefficient, Koc, and the
fraction of organic carbon, foci, in a specific compartment, i,

KDi = Koc × foci  . [11]
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For example, for the root-zone-soil compartment (s), KDs (with units of L/kg) is the
product of  focs, the fraction organic carbon in this soil compartment, and Koc, the

organic carbon partition coefficient.  The organic-carbon partition coefficient
provides a measure of chemical partitioning between organic carbon (in soils and
sediments) and water.  The higher the Koc, the more likely a chemical is to bind to

the solid phase of soil or sediment than to the liquid phase.  Karickhoff (1985) has
described several empirical estimation methods for obtaining Koc from Kow.

log Koc = 0.72 log Kow + 0.49  (methylated and halogenated benzenes) [12]

log Koc = 1.029 log Kow  – 0.18   (13 pesticides) [13]

log Koc = 0.989 log Kow  – 0.346 (5 poly-nuclear aromatics [PNAs]) [14]

log Koc = log Kow  – 0.317  (22 PNAs and substituted PNAs) [15]

The most general of these, equation [15], represents Koc as equal to 0.48 times Kow,

and is the correlation incorporated into the CalTOX model as a default.  However,
the user has the option of entering Koc as an input.  When a value of Koc is entered,

the default correlation is not used.

Particles in Air

In the air compartment contaminants bound to aerosol particles achieve
equilibrium with gas-phase contaminants.  Our derivation of the fugacity capacity of
aerosol particles is based on a model originally developed by Junge (1977) but used
frequently by others (for example, Cohen and Ryan, 1985; Mackay et al., 1986;
Pankow, 1987; Ryan and Cohen, 1986; Taylor, 1992).  In this model the fraction of
contaminant bound to aerosol particles, ϕ, is given by

ϕ = 
cθ

(VP + cθ)
   , [16]

where, θ is the total suspended particle surface area concentration in m2/m3, VP is
the vapor pressure of the pure contaminant in Pa, and c is an approximate constant
that Junge sets equal to 0.173 m-Pa.  Although the model is widely used in this form,
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there remains uncertainty about how the various parameters are evaluated
(Bidleman and Foreman, 1987; Ligocki and Pankow, 1989; Mackay et al., 1986;
Pankow, 1987; Taylor, 1992;).  Whitby (1978) reports values for θ ranging from
4.2 × 10-5 m2/m3 for a clean continental site to 1.1 × 10-3 m2/m3 for urban sites.
Much of the variation in this parameter can be accounted for by the variation in
particle concentrations in clean, rural versus urban sites, 10 µg/m3 versus
100 µg/m3, respectively (Hinds, 1982).  A more difficult question involves the vapor
pressure to be used in the model.  For contaminants that exist as solids at ambient
temperatures, it is not clear whether the vapor pressure of the sub-cooled liquid,

  VPl
° or the vapor pressure of the solid, VPs, should be used (Mackay et al. 1986;

Mackay, 1991; Taylor, 1992).  The relationship between these two vapor pressures is
given by Prausnitz (1969) as

  
ln

VPl
°

VPs







= ∆Sf

Tm − T( )
RT

  , [17]

where ∆Sf is the entropy of fusion at the melting point, J/mole/°K; Tm is the

melting point of the compound, and T is the ambient temperature.  As shown by
Mackay and Shiu (1981), equation [17] can be written with substitutions as

  VPl
°

VPs
   = exp [6.79 (Tm/T – 1)]  . [18]

For compounds such as dioxins and polycyclic aromatic hydrocarbons, this ratio can
be as large as 1000, so the selection of sub-cooled liquid versus solid vapor pressure
can lead to uncertainty.  Following the recommendation of Mackay et al. (1986), we
use the sub-cooled liquid vapor pressure to estimate the fugacity capacity of air
particles.  The fugacity capacity for air particles, Zap in mol/m3-Pa, is derived from

equation [16] by noting that

fvap × Zap/Zair = 
cθ
VP    , [19]

where fvap is the volume fraction of the air that is occupied by air particles.  Under

the assumption that the particle load in the air is 100 µg/m3 and that particle density
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is 1500 kg/m3, this fraction is 6.7 × 10-11.  Substituting this with θ equal to 1.1 × 10-3

m2/m3, c equal to 0.173 m-Pa, and Zair equal to 1/RT into equation [19] gives

Zap = 
3 × 106

  VPl
° RT

    . [20]

This expression is similar to one derived by Mackay et al. (1986) using a somewhat
different approach.

Lipids

A lipid is any substance that is soluble in nonpolar organic solvents and
together with proteins and carbohydrates constitute the principal structural
components of living cells.  Lipids include fats, waxes, phosphatides, cerebrosides,
and related derived compounds.  Lipid fugacity capacities form the basis of
estimating partitioning of organic contaminants from air and water into terrestrial
and aquatic biota.  Mackay (1991) has shown the general form of the fugacity capacity,
Zlipid in mol/m3-Pa, for nonionic organic chemicals in biological species has the

form

Zlipid = aK
b
ow  × Zwater  , [21]

where a and b are empirical constants that vary with both the organism involved
and the type of lipid tissue.  The a constant represents the fraction of a lipid tissue
that behaves as an organic solvent.  In lipid tissues that reach chemical equilibrium
with their environment, we expect b to be close to 1.  For tissues that do not attain
equilibrium or for tissues that attain steady-state that is not at chemical equilibrium
(due to processes such as metabolism), we expect b to be different from and, most
likely, less than 1.  For species, such as fish, the bioconcentration factor (BCF) is ratio
of tissue concentration to water concentration, mol/kg(fish) per mol/L(water).  For
these species, the BCF is explained primarily by partitioning into lipid tissues and we
expect BCF to be proportional to Zlipid/Zwater, and the proportionality constant

reflects the lipid fraction of the fish, which means

Zfish ∝   Zlipid = BCF × Zwater  . [22]
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Modifications to Fugacity Capacities for Inorganic and Ionic-Organic Chemicals

The traditional fugacity approach was developed for nonionic organic
chemicals.  The modifications described here make possible the treatment of
inorganic species (including radionuclides), metals, and fully ionized organic
species.  In order to make these adjustments, it should be recognized that the basic
premise of the fugacity approach is that the mass potential of any compartment can
be scaled to a single phase through a series of partition coefficients.  In the
traditional fugacity approach this scaling is 1/RT.  However, for chemicals that have
extremely low vapor pressure and relatively high water solubility this leads to the
problem of having extremely large fugacity capacities in water.  To avoid this
problem for chemicals with very low vapor pressure, such as inorganic chemicals
and speciated or ionized organic chemicals, we assume that these chemicals can be
described by zero fugacity in air, that is, Zair = 0.  We then set the fugacity capacity of
water, Zwater, equal to 1 mol/m3-Pa.  This approach has been used by Mackay and

Diamond (1989) and Diamond et al. (1992) for inorganic species in lakes.  They refer
to this modification as “aquivalence.” This leads to a scaling of other phases and
compartment fugacity capacities based on the fugacity capacity of the water phase.
Thus, as above, the fugacity capacity of the particles of compartments (i=g, s, v, w, d)
is of the form

Zip = KDi × ρsi × Zwater × 
1 m3 water

 1000 L water   , [23]

and, since Zair is now assumed equal to zero, the fugacity capacity of air particles

becomes the same as that of the ground-surface-soil particles,

Zap = Zgp = KDg× ρsg × Zwater × 
1 m3 water

 1000 L water    . [24]
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Physical Composition of Model Compartments and Fugacity Capacities

The fugacity capacity of the total compartment is calculated from the sum of
the volume-fraction-weighted fugacity capacities of the constituent phases.

Air Compartment
In the air compartment, the total fugacity capacity, Za in mol/m3-Pa, is

composed of the volume-weighted average of the fugacity capacities of its two
constituent phases, air and air particles,

Za = Zair + fvap × Zap  , [25]

where fvap is the volume fraction of particles in air. The volume fraction of the gas

phase is essentially unity.

Plants

Because of the difficulty of modeling terrestrial vegetation using fugacity-type
models, it has largely been ignored in multimedia models (Mackay, 1991).  Riederer
(1990) reports that a full description of steady-state partitioning within plant foliage
requires a model that includes rates of uptake from and loss to aqueous and solid
phases at the surface of the cuticle and the rates of translocation, metabolism, and
dilution due to growth.  Riederer (1990) has shown that, for foliar uptake of gas-
phase organic contaminants, the most general form of a steady-state plant-air
partition model is

    
Kpa = fpa + (fpw + fpl × Kow ) × RT

H
  , [26]

where Kpa is the ratio of contaminant concentration in plant tissue to that in air,
mol/m3 per mol/m3; fpa is the volume fraction of plant tissue that is air; fpw is the
volume fraction of plant tissue that is water; fpl is the volume fraction of the plant

tissue that is lipid; R is the universal gas constant, 8.31 Pa-m3/mol-k; T is the
temperature in kelvins (293 K); and H is the Henry's law constant of the
contaminant in Pa-m3/mol.  Based on azalea-leaf experiments with five chemicals,
Bacci et al. (1990) have developed a correlation of leaf-air bioconcentration factors
with air-water and octanol-water partition coefficients and have shown that fpl is on
the order of 0.01.  Paterson and Mackay (1989) have estimated that fpa is 0.5.  This

implies that the remainder of the plant volume fraction, 0.49, is either water or non-
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lipid solids.  Based on our assumption that 80% of total plant mass is water, we set
fpw equal to 0.4.  These assumptions together with the recognition that Kpa is the
ratio of plant fugacity capacity to air fugacity capacity—that is, Zp/Zair or Zp × RT—
leads to the following expression to estimate the plant fugacity capacity Zp for

organic chemicals in plant tissue relative to air,

    
Zp = 0.5

RT
 +  (0.4 + 0.01 × Kow ) ×  Zwater   . [27]

The fugacity capacity of plant tissues relative to soil can be related to the plant-soil
partition coefficient, Kps, which expresses the ratio of contaminant concentration,

mol/kg, in the fresh mass of vegetation to the contaminant concentration in the
root-zone soil, mol/kg.  This means Kps is equal to (Zpρbs)/(Zsρp), where ρbs is the
soil bulk density in kg/m3 and ρp is the plant density, assumed to be 1000 kg/m3.
For nonionic organic chemicals, there are methods for estimating Kps or Zp from

chemical solubility in the absence of measured data.  Briggs et al. (1982, 1983) have
developed an equation to estimate uptake of contaminants by roots from soil
solution.  They refer to this partition coefficient as the root concentration factor,
RCF.  It represents the ratio of contaminant concentration in root tissue,
mol/kg(fresh mass), to contaminant concentration in soil solution, mol/kg, and it
takes the form

RCF = 0.82 + 0.03 K
0.77
ow   . [28]

We note that RCF is the ratio of plant fugacity capacity to soil-solution fugacity
capacity, that is, Zp/Zwater (or Zp × H).  This means that equation [28] leads to the
following expression for estimating the plant fugacity capacity Zp,

    
Zp = (0.82 + 0.03 × Kow

0.77 ) × Zwater  . [29]

It is of interest that, based on experiments that measured chemical uptake from air
to leaves and experiments that measured chemical uptake from soil solution to
roots, the implied fugacity capacity of plants in both cases as expressed by,
respectively, equations [27] and [29], are quite similar.  Equation [27], because it
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includes all three phases of the plants compartment, is used to represent the fugacity
capacity in plants in the CalTOX model for nonionic organic chemicals.

For inorganic species and ionic organic compounds, we estimated Zp as

Zp = Kps × Zsoil/ρbs  . [30]

As a rule, for inorganic species and ionizing organic compounds, Kps should be
obtained from measured data.  In the absence of measured data, we obtain Kps by

assuming that the contaminant concentration is plant water is equal to that in soil
water so that Kps is equal to (1-biodm)/KDs, where biodm is the dry-mass fraction of
plants and (1-biodm) is the water-mass fraction of the plants.

Soil Compartments

For the soil compartments, which have air, water, and solid components all
at the same fugacity, the total compartment fugacity capacities are the volume-
weighted average of the fugacity capacities of three component phases.  For ground-
surface-, root-zone, and vadose-zone soil; these compartment fugacities are,
respectively, Zg, Zs, and Zv in mol/m3-Pa.  As an example, for the root-zone soil

compartment (s), the equation describing the overall fugacity capacity of this
compartment is

Zs = αsZair + βsZwater + (1- φs)Zsp  , [31]

where αs is the volume fraction of air in the soil compartment, βs is the volume

fraction of water in the compartment, (1 - φs) is the volume fraction of solid in the

compartment, φs (= αs + βs) is the total void fraction in soil, and Zsp is the fugacity

capacity of the soil particles, mol/m3-Pa.

Surface Water
In the surface-water compartment the total fugacity capacity, Zw in

mol/m3-Pa, is composed of the volume-weighted average of the fugacity capacities
of its two constituent phases, water and suspended particles,

Zw = Zwater + (ρbw/ρsw)× Zwp [32]
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where ρbw is the suspended particle load in surface water, kg/m3, ρsw is density of
the suspended-particle material, kg/m3, and Zwp is the fugacity capacity of the

particles and given by

Zwp = KDw × ρsw × Zwater × 
1 m3 water

 1000 L water   , [33]

in which KDw represents the sorption coefficient of suspended particles, L/kg.  The

volume fraction of suspended particles in water is assumed to be so small that the
volume fraction of the water phase is essentially unity.

Sediment
In the sediment compartment the total fugacity capacity, Zd in mol/m3-Pa, is

composed of the volume-weighted average of the fugacity capacities of its two
constituent phases, sediment particles and water,

Zd = βd × Zwater + (1–βd) × Zdp  , [34]

where βd is the void fraction of the sediment compartment, 1–βd is the volume
fraction of sediment particles in the sediment compartment, and Zdp is the fugacity

capacity of the sediment layer particles and given by

Zdp = KDd× ρsd × 
1 m3 water

 1000 L water   , [35]

in which KDd represents the sorption coefficient of sediment layer particles, L/kg.

TRANSPORT PROCESSES IN THE CalTOX MODEL

In a multimedia model, major components of the environment are lumped
into homogeneous subsystems or compartments that can exchange mass with other
adjacent compartments.  Mass flows among compartments include solid-phase
flows, such as dust suspension or deposition, and liquid-phase flows, such as surface
runoff and ground-water recharge.  In the previous section, we considered the use of
fugacity to describe how each chemical species is partitioned among the phases
within a single compartment.  The nature of this partitioning in combination with
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mass flows at compartment boundaries defines the overall rate of cross-media
transfer of contaminants between any two adjacent compartments.  The transport of
individual chemical species among compartments occurs by diffusion and
advection at the compartment boundaries.  The modeling of these two processes is
described in this section.

Molecular Diffusion Coefficients

Molecular diffusion is the net transport of a molecule in a liquid or gas phase
and is the result of intermolecular collisions rather than turbulence or bulk
transport.  Mass transport via molecular diffusion is driven by concentration (or
fugacity) gradients.  A diffusion coefficient depends on properties of both the
chemical species being transported and the phase or phases through which it is
transported.

Diffusion in Air

Analytical methods for estimating the diffusion coefficient of a binary gas
system have been reviewed by Reid et al. (1987) and Lyman et al. (1982).  These
methods have their foundations in a theoretical relationship referred to as the
Chapman-Enskog model for dilute gases at low pressures (Chapman and Cowling,
1939; Reid et al., 1987).  Based on accuracy and ease of use, Lyman et al. (1982)
recommend two methods for use under ambient environmental conditions.  When
applied at atmospheric pressure, the most straightforward of these two methods,
which is used in CalTOX, relates diffusion in air to the molecular weight of the
compound as

Dair = 8.6 × 10-3 T1.75
  

29 + Mx
29 Mx

2.7 + Vx
1/3  2

 
 
 , [36]

where Dair is the diffusion coefficient in air for compound x in m2/d, T is the air
temperature in K, Mx is the molecular weight of compound x in g/mol, and Vx is

the molecular volume of the compound x in cm3/mol.  The values 29 and 2.7
represent the molecular weight and cubic root of molecular volume, respectively,
for air.  Methods for estimating molecular volumes are reviewed in Lyman et al.
(1985).  For many organic compounds, Dair is in the range of 0.1 to 1 m2/d.
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Diffusion in Water

Reid et al. (1987) and Lyman et al. (1982) have also reviewed several methods
for estimating liquid diffusion coefficients and found these methods are all based on
the Stokes-Einstein equation relating diffusivity to the temperature and viscosity of
the solvent and the molecular radius of the solute.  As noted by Reid et al. (1987),
one of the oldest but still widely used empirical estimation methods for binary
diffusion in liquids is that of Wilke and Chang (1955).  This method of estimating
water diffusion coefficients in CalTOX and has the form

Dxy  = 
6.5 × 10-7 (φ My)1/2 T

ηy V
0.6
x

   , [37]

where Dxy is the diffusion coefficient in of solute x in solvent y, m2/d; φ is the
association factor of solvent y, no units; My is the molecular weight of the solvent,

g/mol; T is the temperature of the solute-solvent system, K; ηy is the viscosity of the
solvent y , cP; and Vx is molecular volume of the solute at its normal boiling

temperature, cm3/mol.  Wilke and Chang (1955) report an average estimation error
of 10 per cent in predicting diffusion coefficients for 251 solute-solvent systems.
They recommend an association factor of 2.6 when the solvent is water.  The
viscosity of water is 0.79 cP at 30 °C.  Molecular volume can be estimated by the
LeBas incremental method as described in Lyman et al. (1982).  For many organic
compounds, Dwater is in the range of 10-5 to 10-4 m2/d.

Diffusion in Tortuous, Multi-Phase Systems, Such as Soils and Sediments

Compartments such as soils and sediments are neither homogeneous nor
single phase.  When air and water occupy the tortuous pathways between stationary
particles in a porous medium such as a soil or sediment, Millington and Quirk
(1961) have shown that the effective diffusivity, Deff,  of a chemical in each fluid of

the mixture is given by

Deff = (ω10/3/φ2) Dpure  , [38]

where ω is the volume fraction occupied by this fluid, φ is the total void fraction in
the medium (the volume occupied by all fluids) , and Dpure is the diffusion

coefficient of the chemical in the pure fluid.  Jury et al. (1983) have shown that the
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effective tortuous diffusivity in the water and air of a soil compartment, such as the
root-zone soil (s), is given by

Ds = 
Z air
Zs

 (α
10/3
s /φ

2
soil)  Dair + 

Zwater
Zs

 (β
10/3
s /φ

2
soil)  Dwater  , [39]

where Ds is the effective tortuous, mixed phase diffusion coefficient in the root-zone

soil compartment, the Z's are the fugacity capacities derived previously, and other
parameters are as defined previously.  We use an equation of this form to describe
the effective diffusion coefficient in ground-surface soil (g), vadose-zone soil (v),
and sediments (d).

Diffusion and Boundary-Layer Models

The exchange of contaminants at the boundary between two environmental
compartments that are made up in part of fluids in motion (i.e., air or water)
involves two modes of diffusion—molecular diffusion within a thin boundary
layer and turbulent diffusion within the bulk of the compartment.  In a
compartment, such as the atmosphere, in which turbulent mixing is rapid and
continuous, molecular diffusion will only be significant at boundaries with other
less turbulent compartments, such as soil and surface water.  At these boundaries,
the air makes a transition from a well-mixed turbulent fluid to an essentially zero-
velocity boundary.  The nature of this transition zone defines the rate of diffusion
mass transport from one compartment to another.  In a multimedia model, such as
CalTOX, it is assumed that turbulent diffusion within a compartment, such as the
lower atmosphere, is so efficient that the bulk concentration, Cb in mol/m3, is
simply the compartment inventory divided by the compartment mass.  However, at
the boundary between two compartments, the modeling of diffusive mass transfer
must include both turbulent and molecular processes at these transition zones that
can not be lumped or neglected.

Diffusive mass transfer at compartment boundaries is modeled using a
boundary-layer model.  In order to derive this model, we consider as an example the
turbulent air mass over a well-mixed but stagnant layer of air that is in contact with
a surface, such as soil or water.  The contaminant concentration in the bulk air
above the stagnant layer is Cb mol/m3.  The contaminant concentration at the
boundary with the surface is C*mol/m3.  This is shown in Figure 4.  The
concentration in the air above the stagnant layer makes a transition from the surface
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concentration to the bulk concentration in a distance that is referred to as the mass-
transfer boundary layer.  The flux in mol/m2-d of contaminant from the surface to
the bulk fluid is proportional to the difference in concentration between the surface
and the bulk air mass and is given by

Flux = Ua(Cb – C*)  , [40]

where Ua is the mass-transfer coefficient for combined turbulent and molecular
diffusion and has units of m/d.  The mass-transfer coefficient, Ua, can be evaluated

by replacing it with the mass-transfer coefficient corresponding to molecular
diffusion of a contaminant with diffusion coefficient, Dair (m2/d), through a layer of

still air having a depth δ, such that the same flux is obtained for this concentration
gradient,

Flux = 
Dair

δ
 (Cb – C*)  . [41]

Concentration

De
pt

h

Boundary layer
depth

Equivalent 
stagnant boundary 
layer depth

δ

Surface-air concentration, C *

Bulk-air concentration, Cb

Figure 4.  The concept of the stagnant boundary layer versus the true boundary layer
thickness in the transition between the contaminant concentration at the surface of
soil or water and the concentration in the bulk air.
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The depth, δ, is the equivalent stagnant-layer boundary depth and is given by

δ = Dair/Ua . [42]

The mass transfer coefficient, Ua, depends on the diffusion coefficient, Dair, the
Nusselt number, Nu, and a characteristic length, La, measured along the surface,

Ua = Dair Nu/La  . [43]

The Nusselt number is a dimensionless mass-transfer coefficient that depends on
the diffusion coefficient, fluid viscosity of the transport medium (air), and other
properties of the fluid, which are the same for all contaminants.  The characteristic
length is a property that depends on the nature of the mass-transfer surface and the
velocity of the fluid across that surface and is also almost independent of the
contaminant being considered.  Combining equations [42] and [43] gives,

δ = La/Nu . [44]

Nu has weak dependence on the diffusion coefficient in the medium.  Because this
dependence is weak, it is often possible to approximate a δ for a large set of chemicals
with similar diffusion coefficients.

Equations [40] to [44] illustrated the calculation of intermedia transfers on the
air side of air-soil and air-water interfaces.  This approach applies also to intermedia
transfer in the water compartment at water-air and water-sediment interfaces.

The Two-Resistance Diffusion Model at Compartment Boundaries

When two compartments, such as surface water and air, are in contact, the
mass transfer from air to water (or from water to air) depends on mass transfer
through both the air-side and water-side boundary layers.  This is illustrated in
Figure 5.  The overall resistance to mass transfer through the two boundary layers is
the sum of the two resistances through the air and water boundary layers.  The
mass-transfer resistance is proportional to the inverse of the mass transfer
coefficient.  In order to derive the combined mass-transfer coefficient through water
and air, we note that the flux to the air/water surface from the air side must be equal
to the flux out of this surface on the water side,
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net flux at the surface = Ua (C
b
a  –  C

*
a )  and [45]

net flux at the surface = Uw (C
*
w  –  C

b
w )  . [46]

We note that at the surface, C
*
a /C

*
w  = Za/Zw.  Thus, if we multiply equation [45] by

Zw and equation [46] by Za and combine the two expressions, we obtain

net flux at the surface = 
    

Ca
b − Za

Zw
Cw

b





1
Ua

+ Za
UwZw







−1

  . [47]
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Figure 5.  An illustration of mass transfer through two boundary layers at the
interface between air and water compartments.  There is a step discontinuity in
concentration at this boundary because the concentration at the interface reflects the
equilibrium partitioning of contaminant concentration in the different phases.  In
contrast, the fugacity is continuous across this interface.
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The second term in equation [47] is the overall mass-transfer coefficient through the
combined air-water boundary system.

As was noted earlier in this report, one of the major advantages of fugacity
models is their ability to more easily represent diffusive transfer.  In a fugacity
model, the net diffusive flux, in mol/m2-d, across the interface described above is

net flux at the surface = Yaw (ƒa - ƒw)  , [48]

where Yaw is the fugacity mass-transfer coefficient across the boundary between air
and water with units mol/(m2-Pa-d) and ƒa and ƒw are the fugacities of air and
water.  Yaw acts as a conductance, and the difference in fugacities is the mass

potential driving mass transfer across this boundary.  The overall fugacity mass-
transfer coefficient depends only on the mass-transfer coefficient on either side of
the interface.

Yaw = [1/(ZaUa) + 1/(Zw Uw)]-1  . [49]

If we substitute equation [49] together with ƒa equal to Ca/Za and ƒw equal to Cw/Zw

into equation [48], we obtain equation [47].  It should be noted that the overall
fugacity mass transfer coefficient, Yaw, is related to the air-side fugacity mass-transfer

coefficient for this interface, Y
a
aw , and the water-side fugacity mass-transfer

coefficient for this interface, Y
w
aw .  These mass-transfer coefficients have units of

mol/(m2-Pa-d) and are given by

Y
a
aw  = ZaUa = Za

Dair

δaw
   [50]

 and

Y
w
aw  = Zw Uw = Zw 

Dw

δwa
   , [51]

where Dair is the diffusivity in the air compartment, m2/d; δaw is the boundary-
layer thickness in the air above water, m; where Dw is the effective diffusivity in the

water compartment, m2/d; and δwa is the boundary-layer thickness in the water

below the air, m.  The relationships derived in this section for mass transfer at the
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air-water interface can be generalized to mass transfer at air-soil, soil-soil, and water-
sediment interfaces.

Diffusive Mass-Transfer Coefficients at Compartment Interfaces

In the subsections below, we develop expressions for fugacity mass-transfer
coefficients on each side of the compartment interfaces associated with air-water, air-
soil, and sediment-water transfers.  The emphasis is on developing the effective
boundary-layer thickness, which, when combined with the compartment diffusion
coefficient, gives a mass-transfer coefficient.

Diffusive Mass Transfer at the Air and Surface-Water Interface

The exchange by diffusion of organic chemicals between the lower
atmosphere and surface-water bodies is an important component of the overall rate
constant defining transport between air and water.  The exchange of chemicals
between air and water bodies depends on both the physicochemical properties of the
contaminant and the physical properties of the air and water compartments
involved.  Important physicochemical properties include solubility, molecular
weight, vapor pressure, and diffusion coefficients in air and water.  The important
landscape properties include temperatures of air and water, wind speed, water-flow
velocity, water depth, and water turbulence.

The air-side fugacity mass transfer coefficient, Y
a
aw , and the water-side

fugacity mass-transfer coefficient, Y
w
aw , for the air-water interface are given by

equations [49] and [50].  These mass-transfer coefficients have units of  mol/(m2-Pa-
d).  Lyman et al. (1982) have reviewed several methods for estimating water-side
and gas-side mass transfer coefficients for atmosphere-surface water exchange of
organic chemicals.  In CalTOX, the estimation of the water-side boundary mass-
transfer coefficient, Dwater/δwa, is based on methods developed by Southworth

(1979) from laboratory data for chemicals with H in the range 1 to 100 Pa-m3/mol.
When the surface-water current, currentw in m/s, is less than 0.04 times the wind

velocity, vw in m/s, to the 0.67 power, then Dwater/δwa is 0.24 m/d.  For larger

surface-water currents and for land units in which the yearly average wind velocity,
vw, is less than 1.9 m/s,

Dwater/δwa
 
= 5.64 

currentw
0.969

dw
0.673

 32
MWx   

m/d  , [52]
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where dw is the average depth of the surface-water body in m.  For land units in
which the yearly average wind velocity, vw, is larger than 1.9 m/s,

Dwater/δwa
 
= 5.64 

currentw
0.969

dw
0.673

 32
MWx

 e0.526 (vw-1.9)

 
  m/d  . [53]

For estimating the air-side mass-transfer coefficient, Dair/δaw, we also used

methods developed by Southworth (1979), based on laboratory data for chemicals
with H in the range 1 to 100 Pa-m3/mol.  In this case the mass-transfer coefficient,
Da/δaw, in m/d, is given by

Dair/δaw
 
= 273 vw + currentw  18

MWx   
m/d , [54]

when the sum, vwind + currentw, is greater than 0.5 m/s, and by

Dair/δaw
 
= 140 18

MWx   
m/d , [55]

when the sum, vwind + currentw, is less than 0.5 m/s.

Diffusive Mass Transfer in Air at the Air and Ground-Surface Soil Interface

Diffusive mass transfer at the soil-air interface accounts for both net
volatilization of contaminants from soil and deposition of gas-phase contaminants
to the ground-surface-soil layer.  Once again, net mass transfer depends on mass
transfer through both the air-side and ground-soil-side boundary layers.  The
fugacity mass transfer coefficient on the air side of the air-ground-soil interface is
given by

Y
a
ag  = Za

Dair

δag
   , [56]

where δag is the boundary layer thickness in the air above the ground-soil layer.

This thickness is assumed to be on the order of 0.005 m.  On smooth surfaces the
boundary layer thickness varies from about 1 cm in still air to 1 mm when the air
moves over the surface at 1 m/s (Hanna et al., 1982).
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Diffusive Mass Transfer in the Ground-Surface and Root-Zone Soil Layers

Because soil is not a well-mixed compartment such as air or surface water, the
boundary-layer approach described above is not readily applicable to soil.  The
concentration gradient of contaminants may not level off for several meters.  In
well-mixed air and water compartments, the boundary layer thickness is on the
order of centimeters.  Cohen et al. (1990) have noted that the soil compartment in a
multimedia model should use a spatial diffusion model.  Jury et al. (1990) have
shown that the “limiting soil-cover depth” varies from 0.001 m (for chrysene) to
160 m (for dichlorodifluoromethane) in sandy soil and from <0.001 to 61 m for the
same compounds in clay soil.  The limiting soil depth is the thickness of soil that is
required to limit volatilization loss over an infinite time to less than 1% of the
initial concentration.  This is the depth at which volatilization at the surface has
essential no impact on concentration.  Above this depth, there is a gradient of
concentration that will be controlled by the rate of evaporation at the surface of the
soil.

There have been several approaches to the problem of devising a simple but
accurate model of soil transport.  In one of the more simple approaches, Mackay and
Paterson (1991) use a diffusion-path length that is half the depth of the soil
compartment as the boundary-layer thickness in their regional fugacity model.  This
value is independent of chemical species.  However, this model has a relatively thin
soil layer (0.1 m) and is not designed to handle contaminants that have been
incorporated into soil at depths of several meters as is the case at hazardous waste
sites.  Mackay (1991) notes that using a single soil layer and a half-depth boundary
layer can significantly underestimate volatilization at the soil surface.  He suggests
two potential remedies for this situation, (1) use more than one soil-layer
compartment in the multimedia model and (2) use the geometric-mean value of
the soil-layer depth as an approximation for boundary layer.

Jury et al (1983) have developed a comprehensive closed-form analytical
expression for estimating the flux and concentration of a contaminant at any point
at or above the initial depth of contaminant incorporation.  Jury et al. (1991) have
also developed a version of this model that can be applied to contaminants buried at
some depth below the surface.  These models have the advantage of being analytical
solutions and validated against field experiments with pesticides.  The main
disadvantage of these analytical solutions is that they are complex.  The solutions
involve expressions that include numerous terms and the error function and
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complimentary error function, which must be looked up or estimated using series
approximations.  Also the solutions include products of error functions and
exponentials that must be combined and analyzed using limit approximations to
avoid getting results that go to infinity.  It is difficult to incorporate such analytical
models into a simple and flexible multimedia model.  Cohen et al. (1990) addressed
the problem of nonuniform concentration in soils by numerically solving a one-
dimensional diffusion equation in the soil layer.  This approach also tends to
substantially increase the complexity of the resulting model and, by adding
numerical algorithms, makes it difficult to trace calculations through the model.

In CalTOX we deal with the problem of nonuniform concentration in soils by
(1) using three soil layers to represent the region between the soil surface and the top
of the saturated zone, (2) applying the model of Jury et al (1983) to this model system
with multiple simulations that allowed for a range of chemical properties (KD and

H) and effective soil diffusivities, and then (3) developing a regression model that
uses effective soil diffusion coefficients to estimate boundary layer thicknesses in
each of these three soil layers by an optimized fit against these simulations.  The
optimization goal was to minimize the estimation error in the surface flux and
compartment inventories predicted for the surface and root-zone soil layers relative
to values obtained from the Jury et al. (1983) analytical solution.  In effect, this
procedure allows us to mimic the Jury et al (1983) model with a more simple
regression model based on effective diffusivity.  The price we pay for this increased
simplicity is less precision.  However, we can calculate this loss of precision and note
that so long as it is comparable to the variability or uncertainty in characterizing the
initial soil concentrations, it should not lead to significant degradation of the model
reliability relative to the Jury et al. (1983) model from which it is derived.  The
following expressions were used to estimate the boundary layer thickness or
diffusion length in CalTOX,

δg = 0.108 × D
0.229
g    and [57]

δs = 318 × D
0.683
s    . [58]

In these expressions, δg and δs are the diffusion lengths (in m) in the ground-surface
and root-zone-soil compartments and Dg and Ds are the effective diffusivities in

these compartments (in m2/d) as obtained from equations [38] and [39].  We have
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compared the mass inventory in the two upper soil compartments and the surface
flux predicted using this regression model to values for these factors obtained from
the Jury et al. (1983) model and found that, for predictions over a period of 30 y and
for Ds and Dg spanning eight orders of magnitude, the geometric standard deviation

of the residual error associated with the approximation is on the order of 3.  This
means that for roughly 68% of the compounds for which the approximation is used,
the estimated inventory and flux are within a factor of 3 of the Jury et al (1983)
predictions.  This residual error increases as the effective water velocity becomes a
significant fraction (>0.1) of the diffusion velocity, that is D/δ.  Other restrictions that
apply to the use of this approximation are (a) that the depth of the ground-surface-
soil compartment can not exceed 0.02 m, (b) that the depth of the root-zone-soil
compartment must be at least 0.4 times the boundary layer depth, δ, and (c) that the
vadose-zone soil is sufficiently thick that there is a negligible probability that a
contaminant molecule in this zone will escape from the soil surface by diffusion.

The use of this approximation for estimating the time-dependent
concentration of trichloroethylene (TCE) and hexachlorobenzene (HCB) are
illustrated, respectively in Figures 6 and 7.  In each case, contaminant is initially
incorporated uniformly within a soil column at a concentration of 100 µmol/cm3 to
a depth 10 meters.  Concentrations in ground-surface soil, root-zone, and vadose-
zone soil calculated by CalTOX using a boundary layer model are compared at one,
five, and ten years after placement to the concentrations obtained from the
analytical solution of Jury et al. (1983).  For time periods greater than one year, the
CalTOX approximation is accurate in reproducing the time history of average
compartment inventory of TCE and HCB in the surface, root-zone, and vadose-zone
soil compartments.

Figure 8 compares the surface flux of TCE and HCB  calculated by CalTOX
over a 10-y period using a boundary layer model to the surface flux obtained from
the analytical solution of Jury et al. (1983).  The flux calculation is also based on the
assumption of the initial placement of 100 mmol/cm3 of a chemical uniformly from
the surface to a depth of 1000 cm (10 m).
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Figure 6.  Concentrations in ground-surface (<1 cm depth) root-zone (1 to 100 cm
depth) and vadose-zone soil (>100 cm depth) for trichloroethylene (TCE) as calculated
by CalTOX using a boundary layer model at (a) 1 y, (b) 5 y, and (c) 10 y after placement
and compared to the analytical solution based on the model of Jury et al. (1983).
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Figure 7.  Concentrations in ground-surface (<1 cm depth) root-zone (1 to 100 cm depth)
and vadose-zone soil (>100 cm depth) for hexachlorobenzene (HCB) as calculated by
CalTOX using a boundary layer model at (a) 1 y, (b) 5 y, and (c) 10 y after placement and
compared to the analytical solution based on the model of Jury et al. (1983).
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Figure 8.  The surface flux of TCE (above) and HCB (below) calculated by CalTOX over
a 10-y period using a boundary layer model and compared to the analytical solution
used by Jury et al. (1983).  The flux calculation is based on the assumption of the initial
placement of 100 mmol/cm3 of a chemical uniformly from the surface to a depth of
1000 cm (10 m).
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Diffusive Mass Transfer at the Surface-Water and Sediment Interface

Diffusive mass transfer at the sediment-water interface accounts for the net
volatilization of contaminants from sediment and deposition of dissolved
contaminants to the sediment layer.  In each case, total mass transfer depends on
both the water-side and sediment-side boundary layers.  The fugacity mass-transfer
coefficient on the water side is given by

Y
w
wd  = Zw

Dwater

δwd
   , [59]

where Zw is the fugacity capacity in the surface-water compartment, Dwater is the

effective diffusivity in the surface-water compartment, and δwd is the boundary-

layer thickness in the water above the sediment layer.  The fugacity mass-transfer
coefficient on the sediment side is given by

Y
d
wd  = Zd

Dd

δdw
   , [60]

where Zd is the fugacity capacity in the sediment compartment, Dd is the effective

diffusivity in the sediment compartment, and δdw is the boundary-layer thickness in

the sediment layer below water.  Formica et al. (1988) have described a method for
calculating for the sediment layer effective diffusivity based on corrections for the
solids content of sediment.  This approach is similar to that used by Jury et al. (1983) as
described in equations [38] to [39] with the volume fraction of the gas phase set to zero.
We use fluxes of radon from the Hudson river estuary measured by Hammond et al.
(1975) to estimate the water-side boundary-layer thickness.  The reported flux is 200
atoms/m2-s above sediments with a concentration of radon in water of 2.6 × 109 atoms
per m3 with a diffusion coefficient of 1.4 × 10-9 m2/s.  This implies a boundary-layer
thickness of 0.02 m, which is what we use in CalTOX for the water side boundary layer
thickness above sediments.  For the boundary-layer thickness in sediments below the
water column, we use equation [58] with Dd in place of Ds.

Mass Transfer by Advection in Water and Solids

In CalTOX, the cross-media transfer of contaminants by advection is treated as
an advection flux.  This flux is modeled as the product of the velocity of the moving
phase times the contaminant concentration in that phase.  This flux has units of
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mol/m2-d, the velocity of the moving phase is in m/d, and the concentration in the
moving phase is the product of the contaminant fugacity in that phase, Pa, and the
fugacity capacity of that phase in mol/m3-Pa,

advection flux = velocity × Z ik ƒi  , [61]

where Zik and ƒi represent the fugacity capacity of the moving phase and the

fugacity, respectively, in compartment i.  As an example, the flux of contaminant
from air to surface soil through particle deposition is the product of deposition
velocity, vd; the fugacity capacity of air particles, Zap; and the total fugacity of the air
compartment, ƒa:

flux (air to ground-surface soil) = vd × Zap × ƒa  . [62]

Advection processes used in the CalTOX model include deposition of aerosol
particles, resuspension of particles from soil, water-borne erosion of soil, rainfall,
evaporation, runoff of precipitation, infiltration of water through soil, deposition of
sediment particles in surface water, resuspension of sediment particles from the
sediment layer, and surface water flows.  The advective or nondiffusive flux terms
used in the CalTOX model are summarized in Table II.

TRANSFORMATION PROCESSES IN THE CalTOX MODEL

The transformation of contaminants in the environment can have a
profound effect on their potential for persistence.  Chemical transformations, which
may occur as a result of biotic or abiotic processes, can significantly reduce the
concentration of a substance.  For organic chemicals, knowledge of a compound's
half-life for any given transformation process provides a very useful index of
persistence in environmental media.  Because these processes determine the
persistence and form of a chemical in the environment, they also determine the
amount and type of substance that is available for the exposure of species of interest.
Experimental methods (Howard et al., 1978) and estimation methods (Lyman et al.,
1982) are available for defining these fate processes in a variety of media.  Specific
information on the rates and pathways of transformation for individual chemicals
of concern must be obtained directly from experimental determinations or derived
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Table II.  Advective or non-diffusive flux terms used for intermedia transfers in the
CalTOX model.

Intermedia Transfer Description of the non-
diffusive process

Formula

Air to ground-surface soil Rain scavenging of
gaseous contaminants
from air to ground

flux = rain × Zwater × ƒa

Air to ground-surface soil Wet and dry deposition of
particle-bound
contaminants

flux = vd × Zap × ƒa

Air to surface water Rain scavenging of
gaseous contaminants
from air to ground

flux = rain × Zwater × ƒa

Air to surface water Wet and dry deposition of
particle-bound
contaminants

flux = vd × Zap × ƒa

From air compartment
out of the system

Wind induced movement
of the air mass out of the
landscape boundary

flux = 
    
Za

0.23 × vw × da
Area

Ground-surface soil to air Resuspension of soil
particles

flux = vd × Zgp × ƒg

Ground-surface soil to
root-zone soil

Leaching due to ground-
water recharge

flux = recharge × Zwater × ƒg

Ground-surface soil to
surface water

Soil-solution runoff flux = runoff × Zwater × ƒg

Ground-surface soil to
surface water

Erosion (mineral runoff)
to surface water

flux = erosion × Zgp × ƒg

Root-zone soil to vadose-
zone soil

Leaching due to ground-
water recharge

flux = recharge × Zwater × ƒs

Vadose-zone soil to
ground-water zone

Leaching due to ground-
water recharge

flux = recharge × Zwater × ƒv

Surface water to sediment Sediment deposition flux = deposit × Zwp × ƒw

From surface water out of
the landscape

Surface water outflow flux = outflow × Zw × ƒw

Sediment to surface water Sediment resuspension flux = resuspend × Zdp × ƒd
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indirectly from information on chemicals that are structurally similar.
Consequently, quantitative estimates are difficult to derive for classes of compounds
for which empirical data are lacking.  In the sections below consideration is given to
photolysis, hydrolysis, oxidation/reduction, and microbial degradation as
transformation processes.

Photolysis

Most organic contaminants are capable of undergoing photolytic
decomposition.  Such decompositions can be partial, resulting in the formation of
stable byproducts, or complete, resulting in the formation of CO2 and H2O.  The

potential for such photochemical transformations can generally be predicted based
on the molecule's ability to absorb radiant energy in the near ultraviolet and visible
light range (240-700 nm wavelength).  Although solar radiation at the earth's surface
is attenuated by the atmosphere, it is generally of sufficiently high wavelength (i.e.,
>290 nm) to break bonds in many compounds.  All compounds that contain
aromatic rings absorb energy at environmental wavelengths as do compounds that
contain halogen atoms (e.g., Cl, Br) and unsaturated carbon chains (e.g., alkenes and
alkynes).  Phototransformation of a chemical may result in two effects that are
relevant to its environmental fate: (1) fragmentation, in which a molecular bond is
broken forming two free radicals; or (2) rearrangement, such as conversion from cis

to trans isomers.  Of these two possible reactions, fragmentation is likely to play the
greatest role in the fate of contaminants due to its potential for the degradation.
Such transformations may result in relatively short half-lives (e.g., hours to days)
for contaminants, such as pesticides that are incorporated onto ground-surface soil.

Hydrolysis

Hydrolytic transformation of organic chemicals can be a significant fate
process for compounds that are present in aqueous environments.  Hydrolysis is
most important for chemicals that have functional groups (e.g., amides, esters,
carbamates, organophosphates).  These compounds can be altered rapidly (e.g.,
minutes to days) in the presence of water.  In contrast, hydrolytic degradation of
compounds that contain stable substituents (e.g., halogenated compounds, such as
carbon tetrachloride) can have half-lives of several thousand years.  Because
hydrolytic reactions are driven by the availability of hydrogen and hydroxide ions,
the pH of the environment can have a dramatic influence on the rate of hydrolysis
for any given compound.  Hydrolytic transformations that are relatively slow at
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neutral pH can occur at rates that are several orders of magnitude greater under
acidic or basic conditions (Tinsley, 1979).  Therefore, the relative importance of
hydrolysis to the environmental fate of a contaminant will depend on the chemical
structure of the compound as well as the pH of the environmental media.

Oxidation and Reduction

Many inorganic and organic chemicals can undergo oxidation or reduction
reactions in the environment.  These reactions are important because they can
influence the environmental fate and toxicological properties of the compound and
are most significant in aqueous environments (see Stumm and Morgan, 1981).  An
index of a compound's ability to be oxidized or reduced is provided by a knowledge
of its reduction potential (E0), which is the voltage at which it is transformed to its
reduced state.  A similar measure of the environment's ability to reduce a
compound is provided by the redox potential (pE), which is a measure of electron
activity.  Redox potentials are relatively high and positive in oxidized
environments (e.g., surface waters), and low and negative in reduced environments
(e.g., aquatic sediments and the terrestrial subsurface).  These environmental
conditions are especially important for inorganic chemicals that are rarely present in
their elemental form in the environment.  Arsenic, for example, exists primarily in
its oxidized form (arsenate) in the atmosphere and in surface waters and in its
reduced form (arsenite) in sediments.

Microbial Transformation

The transformation of organic and inorganic compounds by microorganisms
that are present in environmental media can have a profound influence on their
persistence.  Due to their broad range of enzymatic capabilities, microorganisms are
capable of transforming many inorganic and organic compounds.  Such
transformations can result in the partial degradation of a compound (e.g.,
conversion of DDT to DDE), mineralization (i.e., complete transformation to carbon
dioxide and water), or synthesis of a stable product (e.g., formation of methyl
arsenicals from arsenate).  The susceptibility of many organic compounds to
microbial transformation can be predicted based on a knowledge of chemical
structure (Boethling and Sabljic, 1989).
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MODEL INPUT AND DATA REQUIREMENTS

The CalTOX multimedia transport and transformation model uses two sets of
input data, one describing the properties of the contaminants and the other
providing properties of the environment or landscape receiving the contaminants.
Each of the inputs is described in terms of the physical process associated with the
input and with an estimated coefficient of variation, which describes the uncertainty
or variability associated with that parameter.  The coefficient of variation or CV is
the ratio of arithmetic standard deviation to arithmetic mean for a parameter that
can have a range of values.  Because the process of assigning CVs is itself an
uncertain process, we use only five CV values corresponding to five uncertainty or
CV classes to characterize these parameters.  The term “CVa” represents a parameter
that has a CV of 0.1 or less and is considered a highly reliable parameter that will
contribute little to the overall uncertainty or variability of the final results so the
uncertainty in the parameter need not be expressed.  “CVb” represents a CV between
0.1 and 0.3 and indicates a parameter that has been measured or obtained from a
highly reliable estimation method.  A CV in this range reflects both the typical
variability in the measurement and the uncertainty in extrapolating that value from
an experimental setting to an environmental setting.  “CVc” represents a CV
between 0.3 and 3 (log mean CV of 1) and indicates a parameter for which a
somewhat reliable estimation method exists.  “CVd” represents a CV between 3 and
10 (log mean equal to 5) and is used for parameters for which the estimation method
is much less reliable.  “CVe” represents a CV between 10 and 15 (log mean equal to
12) and is used for parameters for which the estimated value is highly uncertain.

Chemical and Physical Data

The CalTOX model also requires a set of physical-chemical properties inputs.
These inputs and their approximate CVs are described below.  Table III provides a
list of the chemical properties used in the CalTOX model and their corresponding
CV class.

Molecular Weight

For most organic and inorganic compounds, the molecular weight can be
reliably obtained from a number of common references.  The precision with which
molecular weights can be measured is as high as any property used in the transport
analysis.  This parameter is assigned to the CVa uncertainty class.
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Table III.  The list of chemical and physical properties used to carry out the
environmental transport and transformation analysis in CalTOX.

Physical-chemical property Symbol CV
classa

Molecular weight (g/mol) M W a

Octanol-water partition coefficient (L[water]/L[octanol]) Kow b or c

Melting point of the chemical (K) Tm a

Vapor Pressure in Pa VP b or c

Solubility in mol/m3 S b or c

Henry's law constant (Pa-m3/mol) H b or c

Diffusion coefficient in pure air (m2/d) Dair b

Diffusion coefficient in pure water (m2/d) Dwater b

Organic-carbon partition coefficient (L[water]/kg[carbon]) Koc c

Sorption Coefficient (L[water]/kg[solid]) KD c

Reaction rate constant in air in (day-1) Ra e

Reaction rate constant in plants in (day-1) Rp e

Reaction rate constant in root-zone soil in (day-1) Rs e

Reaction rate constant in vadose-zone soil in (day-1) Rv e

Reaction rate constant in surface water (day-1) Rw e

Reaction rate constant in sediment (day-1) Rd e

aThe CV classes are as follows, (a) CV of 0.1 or less, (b) CV between 0.1 and 0.3, (c) CV
between 0.3 and 3, (d) CV between 3 and 10, and (e) CV between 10 and 15.

Octanol-Water Partition Coefficient, Ko w

The octanol-water partition coefficient provides a measure of the extent of
chemical partitioning between water and octanol at equilibrium.  The greater the
Kow, the more likely a chemical is to partition to octanol than to water.  The octanol-

water partition coefficient is used as a basis for estimating organic carbon
partitioning in soils and sediments, bioconcentration factors in aquatic organisms,
root-soil and leaf-air partition coefficients in land vegetation, and fat-diet partition
coefficients in terrestrial animals.  Measured Kow values are available in references

such as Howard (1990, 1991a, 1991b) and Verschueren (1983).  Estimation methods
are discussed in Lyman et al. (1982).  For measured values, this parameter is assigned
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to the CVb uncertainty class.  It should be noted that  Kow-estimation procedures

result in estimation error factors in the range from 1.2 (benzene) to as much as 30
(dioxins), depending on the chemical compound.  However, current estimation
methods for Kow tend to be somewhat reliable and the example above of dioxins is a
likely exception.  Thus, when Kow is estimated rather than measured, it should be

assigned to the CVc uncertainty class.

Melting Point

The melting point is a measured parameter and available for most
compounds in the literature.  It is assigned to the CVa uncertainty class.

Vapor Pressure

Vapor pressure is the pressure exerted by a chemical vapor in equilibrium
with its solid or liquid phase.  It is used to calculate the rate of volatilization of
contaminant from soil or water and for estimating the Henry's law constant for low-
solubility chemicals.  The higher the vapor pressure, the more likely a chemical is to
exist in the gas phase.  Measured vapor pressure are often available in references,
such as Howard (1989, 1990, 1991) and Verschueren (1983).  Estimation methods are
discussed in Lyman et al. (1982).  For measured values, this property is assigned to
the CVb class and for estimated values to the CVc class.

Water Solubility

This is the upper limit on a chemical's dissolved concentration in pure water
at a specified temperature.  However, the observed ratio of inventory to volume in
surface waters can exceed this solubility limit when there is sorption of the
contaminant onto suspended sediments within the water, or there are agents
present such as solvents, which increase the apparent water solubility.  Measured
solubility limit are often available in references, such as Howard (1990, 1991a, 1991b)
and Verschueren (1983).  Estimation methods are discussed in Lyman et al. (1982).
For measured values, this property has CVb and for estimated values CVc.

Henry's Law Constant

This factor is a measure at equilibrium of the ratio of chemical activity in the
gas above a liquid to chemical activity in the liquid.  It is the basis for estimating air-
water partition coefficients and is often expressed as the partial pressure of chemical
in the gas phase divided by the concentration in the water phase.  For chemicals
with a low solubility limit in water, the Henry's law constant can be estimated as the
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vapor pressure of the pure chemical divided by the solubility limit in water.  The
higher the Henry's law constant, the more likely a chemical is to exist in the gaseous
state than remain dissolved in water.  Measured solubilities are often available in
references such as Howard (1989, 1990, 1991) and Verschueren (1983).  Estimation
methods are discussed in Lyman et al. (1982).  For measured values, this property is
assigned to uncertainty class CVb and for estimated values to uncertainty class CVc.

Diffusion Coefficients in Air and Water

Diffusion coefficients describe the movement of a molecule in a liquid or gas
medium as a result of differences in concentration within the medium.  They are
used to calculate the dispersive component of chemical transport.  The higher the
diffusion coefficient, the more likely a chemical is to move in response to
concentration gradients.  Diffusive mass transfer at compartment boundaries is
often modeled using a boundary-layer model.  The flux of contaminant from the
surface to the bulk fluid is proportional to the difference in concentration between
the surface and the bulk fluid.   This approach is used for mass transfer between air
and soil, air and surface water, and surface water and sediments. In order to carry
out this approach, one needs estimates of the diffusion coefficients of a chemical in
both pure air and pure water.  Estimation methods for diffusion coefficients tend to
be fairly reliable, thus for both measured and estimated values of diffusion
coefficients are assigned to uncertainty class CVb (see, for example equations [36] to
[39] and the associated discussions).

Organic-Carbon Partition Coefficient, Koc, and Sorption Coefficient, KD

As noted above, Karickhoff (1981) has proposed empirical estimation
methods for obtaining Koc from Kow.  The most general of these is that Koc is equal
to 0.48 times Kow with a CV in this estimation of about 1.  These estimation

methods are intended for nonionic organic compounds.  A larger CV could be
expected when the estimation is applied to ionic species for which a correction for
acid dissociation should be made.  When Koc is multiplied by the fraction of organic

carbon in a soil or sediment, we obtain an estimate of the soil-water or sediment-
water partition coefficient, KD (Karickhoff, 1981).  The CV in this estimation is
dominated by the estimation error in Koc and roughly equal to 1.0.  For inorganic
chemicals, values of KD can be based on measured values, on values derived from

geochemical data, such as that published in Wedepohl (1969-1978), or on estimation
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methods described by Bodek et al. (1988).  Based on this information, Koc and KD are

both assigned to the CVc uncertainty class.

Media-Specific Transformation Rates

Rate constants that express the rate of chemical transformations in each
compartment are required as inputs.  Experimental methods (Howard et al., 1978)
and estimation methods (Lyman et al., 1982) are available for defining these rate
constants in a variety of media.  Specific information on the rates and pathways of
transformation for individual chemicals of concern must be obtained directly from
experimental determinations or derived indirectly from information on chemicals
that are structurally similar.  As noted above, quantitative estimates are difficult to
derive for classes of compounds for which empirical data are lacking.
Transformation rate constants are perhaps the most uncertain parameters in the
CalTOX model and are assigned to the uncertainty class CVe unless site and
chemical specific data are available.

Landscape Data

Because it is often impractical to develop detailed parameter sets for the
landscapes surrounding a large number of facilities,  we have developed landscape
data sets that are representative of California.  The types of data needed to construct
a landscape data set include meteorological data such as average annual wind speed,
deposition velocities, air temperature, and depth of the mixing layer; hydrological
data, such as annual rainfall, runoff, soil infiltration, ground-water recharge, and
surface water depth and sediment loads; and soil properties, such as bulk density,
porosity, water content, erosion rates, and root zone depth.  In Table IV we
summarize the landscape data that are needed to represent the California landscape
in the CalTOX analyses.  Also listed in this table are the CV classes associated with
variability and uncertainty in these data.  Primary references for these data are van
der Leeden et al. (1991), Soil Conservation Service (1975), the U.S. National Oceanic
and Atmospheric Administration (1974), U.S. Department of Agriculture (1978), and
Gleick (1987).  Values used in the CalTOX model to represent residential,
commercial and industrial landscapes are listed in a supplemental report on
parameter values and ranges for CalTOX.
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Table IV.  The list of landscape properties used to carry out the environmental
transport and transformation analysis for California sites.

Landscape Property Symbol
CV

classa

Contaminated area in m2 Area n/a
Annual average precipitation (m/d) rain c
Flow of surface water into landscape (m/d) inflow n/a
Land surface runoff (m/d) runoff c
Atmospheric dust load (kg/m3) ρba b
Deposition velocity of air particles (m/d) vd b
Plant dry mass inventory (kg[DM]/m2) bioinv b
Plant dry-mass production (kg[DM]/m2-d) bioprd b
Plant dry mass fraction biodm b
Plant density kg/m3 ρp b
Ground-water recharge (m/d) recharge c
Evaporation from surface water (m/d) evaporate c
Thickness of the ground-soil layer (m) dg c
Soil particle density; ground-surface-soil layer (kg/m3) ρsg a
Water content in surface soil (volume fraction) βg b
Air content in the surface soil (volume fraction) αg b
Erosion of surface soil (kg/m2-d) erosiong b
Thickness of the root-zone layer (m) ds b
Soil particle density; root-zone soil layer (kg/m3) ρss a
Water content of root-zone soil layer (vol. fraction.) βs b
Air content of root-layer (vol. fraction.) αs b
Thickness of the vadose layer (m) dv d
Water content; vadose layer (vol. fraction.) βv b
Soil particle density; vadose soil (kg/m3) ρsv a
Air content of vadose layer (vol. fraction.) αv b
Fraction of land area in surface water farw b
Average depth of surface waters (m) dw c
Suspended sediment in surface water (kg/m3) ρbw c
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Landscape properties (continued)

Landscape Property Symbol
 CV

classa

Suspended sediment deposition (kg/m2/d) deposit b
Thickness of the sediment layer (m) dd c
Solid material density in sediment (kg/m3) ρsd a
Porosity of the sediment zone βd b
Sediment resuspension rate (kg/m2/d) resuspend d
Ambient environmental temperature (K) T a
Surface water current in m/d currentw c
Organic carbon fraction in surface soil focg c
Organic carbon fraction in root-zone soil focs c
Organic carbon fraction in vadose zone focv c
Organic carbon fraction in sediments focd c
Boundary layer thickness in air above ground-surface (m) δag b
Yearly average wind speed (m/d) vw b
aThe CV classes are as follows, (a) CV of 0.1 or less, (b) CV between 0.1 and 0.3, (c) CV
between 0.3 and 3, (d) CV between 3 and 10, and (e) CV between 10 and 15.

TRANSFER-RATE, LOSS-RATE, AND THE GAIN-LOSS EQUATIONS

The dynamic and steady-state equations describing gains and losses in each of
the seven compartments are expressed in the general form defined by equation [6] in
equations [63] through [69] below.  Table I has listed the gains and losses considered
for each compartment.  We solve for the inventory (and concentration) in each
compartment by balancing losses and gains that define the molar inventory in each
compartment of the contaminated landscape.

La Na = Sa + Tpa Np + Tga Ng + Twa Nw (air) [63]

Lp Np = Tap Na + Tsp Ns (plants) [64]

Lg Ng = Sg + Tag Na + Tsg Ns (ground-surface soil) [65]
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dNs
dt    = – Ls Ns + Tgs Ng (root soil) [66]

dNv
dt    = – Lv Nv + Tsv Ns (vadose soil) [67]

Lw Nw = Sw + Taw Na + Tgw Ng + Tdw Nd (surface water) [68]

Ld Nd = Twd Nw (sediments) [69]

In the equations above the N’s represent compartment inventories and the
Tij (i, j = a, p, g, s, v, w, or d) are transfer rate constants, with units of  day-1, that

express fraction per unit time of the inventory of compartment i that is transferred
to compartment j.  The compartment abbreviations are a for air, p for plants, g for
ground-surface soil, s for root-zone soil, v for vadose-zone soil, w for surface water,
and d for sediments.  The product of an N term and a T  term is the rate of change of
inventory in mol/d.  Li Ni represents all losses from compartment i, mol/d.  The
terms Sa, Sg, Sw, in equations [63], [65], and [68] are the rates of contaminant input to

the air, ground surface, and surface water compartments, mol/d.  In the sections
below, the transfer-rate constants are defined in terms of landscape properties,
chemical properties, fugacity capacities, and other parameters used to construct them
and the loss rate constants are defined in terms of transfer and transformation rate
constants.

In terms of fugacity, the balance in mol/d is expressed as a loss from a
compartment i and transfer to a compartment j in the form

loss = Area × vij × Zik × ƒi  , [70]

where Area in m2 is that across which mass exchange occurs, vij is the advection or
diffusion velocity from i to j at the exchange boundary, and Zik is the fugacity
capacity of the moving phase k from i to j, and fi represents the fugacity of

compartment i.  Equation [70] can also be written as

loss = Tij Ni  , [71]
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in which

Ni = Zi ƒi Vi , [72]

Tij = 
area ×vij

V i
 
Zik
Zi

  =  
vij
d i

 
Zik
Zi

 ,  and [73]

Vi is the compartment volume, di is the compartment depth or thickness, and Zi is

the total fugacity capacity of compartment i.  This is the general approach used in the
sections below to obtain the transfer rate constants.

The Lower-Atmosphere or Air Compartment (a)

In CalTOX, the air compartment is represented by a simple box model in
which losses include deposition to soil, vegetation, and surface water; convective
losses; and transformation losses.  The concentration in this compartment is
assumed to be in a steady state condition relative to the deeper soil compartments,
which have inventories that are changing with time, but the rate constants for the
inventory change in the soil compartments are small enough to make the other
compartments behave as though they are in steady state relation with these soil
compartments.  In the box model used for air, the inventory, Na in mol, of
contaminant in the air compartment is described by equation [63].  La is the sum of

all loss-rate constants from the air compartment,

La = Tap + Tag + Taw + Tao + Ra  . [74]

Tpa Np, Tga Ng, and Twa Nw are the gains from plants, ground-surface soil, and
water, mol/d; Tag , Tap, and Taw  are the rate constants for deposition losses, to

ground-surface soil, plants, and water, day-1; Tao is the rate constant for convective

losses, day-1 and Ra is the rate constant for transformation losses, day-1.
In steady state and in the absence of net deposition and chemical reaction losses, equation [68
volume Va and pollution source, Sa in mol/d, is given by

Cair = Na/Va = 
c Sa

Area × vw
     , [75]
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where c is a unitless proportionality constant; Area is the area of the region being
modeled, and vw is the long-term average wind speed in m/d.  This implies that the
inverse of the rate constant, Tao, is the convective residence time and is given by the
expression,  c da/vw, where da is the atmospheric mixing height.  Based on a model

for area sources developed by Turner (1970), the constant c can be estimated as
4.3  Area /da, where Area  is the cross-sectional length of an assumed square area
containing the source Sa.  Making the appropriate substitutions gives the following

expression for the convective loss-rate constant in the air compartment:

Tao = 
0.23 vw

Area
   . [76]

The rate constant, Tag, accounts for gross diffusion, rain-water washout, and

particle-deposition losses from air to ground surface soil.

Tag = (1 – farw) × 

(Yag + rain × Zwater+ vd × Zap × 
ρba

ρsg
)

(Za × da)     . [77]

If the land-unit area is greater than or equal to 6×108 m2, then the air-compartment
mixing depth, da, is 700 m; if the area is less than 6×108 m2, then da is 0.22 ( Area  )0.8

(Hanna et al., 1982).  The net diffusion from air ground-surface soil is given by
Yag(ƒa - ƒg).  Thus, Yag ƒa is the gross diffusion from air to soil and Yag ƒg is the

gross diffusion from ground-surface soil to air.  Other parameters in this expression
are listed in Table IV or have been defined previously.

The rate constant, Taw, accounts for gross diffusion, rain-water washout, and

particle deposition losses from air to surface water and has the form

Taw = farw × 

(Yaw + rain × Zwater+ vd × Zap × 
ρba

ρsg
)

(Za × da)    . [78]

The rate constant Tap is derived in the next section.
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The Plants Compartment (p)

The plants compartment represents vegetation, which is the major mass-
fraction of the terrestrial biosphere.  The plants compartment interacts with the air
and root-soil compartments.  Its inventory is steady-state relative to the deeper soil
compartments and its inventory, Np in mol, is described by equation [64].  Lp is the

sum of all loss rate constants from the plants compartment,

Lp = Tpa + Tps + Rp  . [79]

Tap Na and Tsp Ns are the gains from air and root-soil compartments, mol/d; Tpa
and Tps are the rate constants for losses due to exchanges with, respectively, air and

root-zone soil, day-1; and Rp is the rate constant for transformation losses in plants,

day-1.  Expressions relating to exchanges between vegetation and air and between
vegetation and soil are obtained for nonionic organic chemicals by requiring that the
fugacity of plants is the average of the fugacities in air and soil.  The basis for this
assumption is described previously.  This requirement results in the following
expressions for transfers between air and plants and between soil and plants,

Tpa = 0.5  , [80]

Tps = 0.01 , [81]

Tsp = 
(Tpa + Tps) × Zp × Vp

2 Zs × Vs
   , and [82]

Tap = 
(Tpa+Tps) × Za × Va

2 Zp × Vp      . [83]

Expressions relating to exchanges between vegetation and air and between
vegetation and soil are obtained for ionic organic chemicals and inorganic chemicals
by requiring that the fugacity of plants equal the fugacity of soil and results in the
following expressions for transfers between air and plants and between soil and
plants,

Tap = 0  , [84]
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Tpa = 0  , [85]

Tsp = 
evapotrans × Zwater

2 Zs × ds
   , and [86]

Tps = Tsp × 
Zs × Vs

Zwater × Vp
 . [87]

evapotrans = rain × (1 – farw) – recharge – runoff   . [88]

The Ground-Surface Soil Compartment (g)

The ground-soil compartment is another compartment that is assumed to be
in steady state relative to deeper soil compartments.  It represents the thin surface
layer of soil in which losses include diffusion to air, diffusion to root-zone soil,
infiltration to root-zone soil, runoff to surface water, and transformation processes.
The inventory, Ng in mol, of contaminant in the ground-soil compartment is
described by equation [65].  Lg is the sum of all loss-rate constants from the ground-

surface-soil compartment,

Lg = Tga + Tgs + Tgw + Rg  . [89]

Tag Na and Tsg Ns are the gains from air and root-soil compartments, mol/d; Tga,
Tgs, and Tgw are the rate constants for resuspension losses to air, for gross diffusion

losses to air and to root soil, for advection losses due to rain-water infiltration and
for runoff losses to surface water, day-1; and Rg is the rate constant for

transformation losses, day-1.  These loss-rate constants are given by

Tga = 

Yag  +  vd × ρba × 
Zgp 

ρsg
 

 Zg × dg
   , [90]

Tgs = 
recharge × Zwater + Ysg

 Zg × dg
   , [91]
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Tgw = 

runoff × Zwater + erosion × 
Zgp 

ρsg
Zg × dg

   , and [92]

Equation [90] reflects our assumption that resuspension of soil particles is, on
average, equal to deposition.  Other parameters in these expressions are listed in
Table IV or have been defined previously.

The Root-Zone-Soil Compartment (s)

The root-zone-soil compartment is not required to be in steady state and is
modeled as a compartment with a dynamic inventory.  It represents the layer of soil
in which losses include gross diffusion to ground-surface soil, uptake by vegetation,
infiltration to vadose-zone soil, and transformation processes.  Sources of
contamination to this compartment are specified as initial inventories.  The
inventory, Ns in mol, of contaminant in the root-zone-soil compartment is
described by equation [66].  Ls is the sum of all loss-rate constants from the root-zone-

soil compartment,

Ls = Tsp + Tsg + Tsv + Rs  . [93]

Tgs Ng is the gain by diffusion and infiltration from the ground-soil compartment,
mol/d; Tsp, Tsg, and Tsv  are the rate constants for uptake losses to vegetation, for

gross diffusion losses to ground-surface soil, and for advection losses to the vadose
zone due to rain-water infiltration, day-1; and Rs is the rate constant for

transformation losses, day-1.  These loss-rate constants are given by equations [82] or
[86] above and by

Tsg = 
Ysg

Zs × ds
     and [94]

Tsv = 
recharge × Zwater

Zs × ds
   . [95]

Other parameters in these expressions are listed in Table IV or have been defined
previously.
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The Vadose-Zone-Soil Compartment (v)

The vadose-zone-soil compartment is also a dynamic compartment.  It
represents the layer of soil below the root zone and above the water table and in
which water flow is predominantly vertical.  In the vadose zone, losses include
infiltration to ground water and transformation processes.  Sources of
contamination to this compartment are specified as initial inventories.  The
inventory, Nv in mol, of contaminant in the vadose-soil compartment is described
by equation [67].  Lv is the sum of all loss-rate constants from the vadose soil

compartment,

Lv = Tvq + Rv  . [96]

Tsv Ns is the gain by infiltration from the root-soil compartment, mol/d; Tvq is the

rate constant for advection losses to the ground-water zone due to rain-water
infiltration, day-1; and Rv is the rate constant for transformation losses, day-1.  This

loss-rate constant is given by

Tsv = 
recharge × Zwater

Zv × dv
   . [97]

Parameters in this expression are listed in Table IV or have been defined previously.

The Surface-Water Compartment (w)

The surface-water compartment is a steady-state compartment.  It represents
bodies of water in which losses include diffusion to air, diffusion to sediment,
deposition to sediment, outflow to other surface-water bodies, and transformation
processes.  The inventory, Nw in mol, of contaminant in the surface-water
compartment is described by equation [68].  Lw is the sum of all loss-rate constants

from the ground-surface-soil compartment,

Lw = Twa + Twd + Two + Rw  . [98]

Taw Na is the gain by diffusion and deposition from the air compartment, mol/d;
Tgw Ng is the gain by runoff from the surface-soil compartment, mol/d; Tdw Nd is
the gain by diffusion and deposition from the sediment compartment, mol/d; Twa,
Twd, and Two are rate constants for gross diffusion loss to air, for deposition and
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gross diffusion losses to sediments, and for loss due to outflow, day-1; and Rw is the

rate constant for transformation losses, day-1.  The loss-rate constants are given by

Twa = 
Yaw

Zw × dw
   , [99]

Twd = 
Ywd + deposit × Zdp/ρsd

Zw × dw
   , [100]

Two = outflow × 
[Zwater + (Zwp × ρbw/ρsd)]

Zw × dw × farw
   , and [101]

outflow = inflow + runoff +  rain × (farw) – evaporate  . [102]

Parameters in these expressions are listed in Table IV or have been defined
previously.

The Sediment-Zone Compartment (d)

The sediment compartment is a steady-state compartment.  It represents the
sediment layer at the bottom of a surface-water column.  In this compartment, losses
include diffusion to water, resuspension of sediment particles, sediment burial, and
transformation processes.  The inventory, Nd in mol, of contaminant in the
sediment compartment is described by equation [69].  Ld is the sum of loss-rate

constants from the ground-surface-soil compartment

Ld = Tdw + Rd  , [103]

Twd Nw is the gain by diffusion and deposition from the water compartment,
mol/d; Tdw  is rate constant for gross diffusion and particle resuspension losses to

water, day-1; and Rw is the rate constant for sediment burial and for transformation

losses, day-1.  The loss-rate constant to water is given by

Tdw = 
Ywd + resuspend × Zdp/ρsd

Zd × dd
   . [104]
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Parameters in this expression are listed in Table IV or have been defined previously.
Ground-Water (q)

The water in the ground-water compartment is assumed to have the same
contaminate concentration as the leachate from the bottom of the vadose zone.
This means that the concentration of contaminant in the ground-water is given by

Cq = Zwater fv  , [105]

where Cq is the contaminant concentration in leachate going into the ground-water
zone, mol/m3; Zwater is the fugacity capacity of pure water, mol/m3-Pa; and fv is the

fugacity of the vadose-zone soil from which the leachate comes, Pa.

Time-Dependent Solution for Compartment Inventories

We used equations [63] through [69] and exponential methods to develop a
closed-form solution for the time-dependent inventories, Ni(t), of contaminant in

the seven compartments included in the model.  This solution is given by,

Nv(t) = a7 exp(-Lvt) + a8 exp(-λ1t) + b5  , [106]

Ns(t) = a6 exp(-λ1 t) + b4  , [107]

Ng(t) = a5 Ns(t) + b3  , [108]

Na(t) = a3 Ng(t) + a4 Ns(t) + b2  , [109]

Nw(t) = a1 Na(t) + a2 Ng(t) + b1  , [110]

Nd(t) = 
Twd
Ld

  Nw(t)  , and [111]

Np(t) = 
Tap
Lp

  Na(t)  + 
Tgp
Lp

  Ng(t) + 
Tsp
Lp

  Ns(t)  , [112]
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where

λ1 = Ls – Tgs a5  , [113]

a8 = 
Tsv a6

 (Lv – λ1)
   , [114]

a7 = Nv(0) – 
Tsv a6

 (Lv – λ1)
   –  

Tsv b4
 Lv     , [115]

a6 = Ns(0) – 
Tgs b3

λ1
   , [116]

a5 =  
[Tag a4 +  

Tag Tag
Lp

 a4 +  
Tpg Tsp

Lp
 +  Tsg]

[Lg –  Tag a3 –  
Tpg Tap

Lp
 a3 –  

Tpg Tgp
Lp

]
   , [117]

a4 =  
[Tpa Tsp

Lp
]

[La –  
Tpa Tap

Lp
 a3 – Twa a1]

   , [118]

a3 =  
[Tpa Tgp

Lp
 +  Twa a2 +  Tga]

[La –  
Tpa Tap

Lp
 – Twa a1]

   , [119]

a2 =  
Tgw

[Lw –  
Twd Tdw

Ld
 ]

   , [120]

a1 =  
Taw

[Lw –  
Twd Tdw

Ld
 ]

   , [121]
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b5 = 
Tsv b4
 Lv     , [122]

b4 = 
Tgs b3

 λ1 
   , [123]

b3 = 
[Sg  + Tag b2 +  

Tpg Tap
Lp

 b2]
[Lg –  Tag a3 –  

Tpg Tap
Lp

 a3 –  
Tpg Tgp

Lp
]
   , [124]

b2 = 
[Sa  + Twa b1]

[La –  
Tpa Tap

Lp
 a3 – Twa a1]

   , and [125]

b1 =  
Sw

[Lw –  
Twd Tdw

Ld
 ]

   . [126]

SAMPLE APPLICATIONS

In order to illustrate the use of CalTOX for screening studies, we apply the
model here to steady-state inputs of contaminants to air or surface soil in order to
estimate concentrations in the adjacent air, plants, soil and water compartments and
illustrate the use of the model.  These examples are not intended as a validation of
the model, but only as an illustration of its use.  The examples do indicate that a
multimedia model, such as CalTOX can reproduce multimedia concentration data
that has been collected regionally.

The contaminants considered in these examples include the volatile organic
compounds (VOCs) PCE and TCE, the semi-volatile organic compound
benzo(a)pyrene, and the radionuclides tritium (as tritiated water) and uranium-238.
The emissions that we selected are assigned magnitudes in mol/m2-d that
correspond to the types of emissions expected in the industrialized regions of the
U.S.  In Table V are summarized for these emissions the environmental
concentrations that result in air, root-zone soil, ground water, and surface water.
These concentrations are compared to measured concentrations reported for
industrialized regions of the U.S.  Data for TCE and PCE are obtained from
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 Table V.  Concentrations derived from CalTOX calculations for the listed
contaminants compared to measured or reported concentrations.

Contaminants and Modeled Measured or reported
compartments concentrations concentrations
Trichloroethylene (TCE)

Air (µg/m3) 0.76 0.1 to 0.5 (U.S. cities)

Soil (µg/kg) 1.6 to 4.9 n/a

Plants (µg/kg) 0.92 1 to 3 (grain-based foods)

Ground water (µg/L) 1.1 2.1 (U.S. public supplies)

Surface water (µg/L) 0.67 0.1 to 1 (Ohio river)
Tetrachloroethylene (PCE)

Air (µg/m3) 0.96 1 (577 U.S. cities)

Soil (µg/kg) 1.6 to 4.9 n/a

Plants (µg/kg) 0.93 2 (U.S. wheat)

Ground water (µg/L) 0.76 0.6 (27 U.S. cities)

Surface water (µg/L) 0.77 2.0 (154 U.S. cities)
Benzo(a)pyrene (BaP)

Air (ng/m3) 6.2 4.7

Soil (µg/kg) 240 300 to 500

Plants (µg/kg) 140 n/a
Ground water (pg/L) 8.3 n/a
Surface water (ng/L) 100 28

Tritium
Air (mBq/m3) 8.5 6.7
Soil (Bq/kg) 0.03 0.035
Plants (Bq/kg) 0.26 0.45
Ground water (Bq/L) 0.037 0.02 to 0.1
Surface water (Bq/L) 1.7 0.38 to 0.84

Uranium-238

Air (µBq/m3) 0.3 1.2
Soil (Bq/kg) 20 to 35 10 to 50 (mean = 25)
Plants (Bq/kg) 0.35 ~0.01
Ground water (Bq/L) 0.027 0.025 (U.S. supplies)
Surface water (Bq/L) 0.024 0.025
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Verschueren (1983) and Howard (1990), for BaP from Richitt et al. (1982) and from
Mackay and Paterson (1991), for tritium from NCRP (1979), and for uranium-238
from UNSCEAR (1988).

Trichloroethylene (TCE)

TCE is a volatile chlorinated hydrocarbon compound that is widely used as a
degreasing solvent.  Its molecular weight is 131, its octanol-water partition
coefficient, Kow, is 260, its vapor pressure 9200 Pa (at 25 °C), and its solubility 8.4

mol/m3.  Production in the U.S. of TCE is on the order of 7.50 × 107 kg/y.  For the
analysis here, we used a source term of 0.02 mol/km2-d released to air and deposited
to the soil surface as representative of releases in the urbanized regions of the U.S.
We estimate the KD values for TCE in ground-surface and root-zone soil, vadose-

zone soil, and sediments as 1.5, 0.25, and 2.5 L/kg, respectively.  We estimate the
plant-to-soil and plant-to-air partition coefficients as 0.87 and 12.8.

Tetrachloroethylene (PCE)

PCE is also a volatile chlorinated hydrocarbon compound that is a widely
used solvent with applications as a dry-cleaning agent, a metal degreaser, and a
chemical intermediate in the production of fluorocarbons.  Its molecular weight is
166, its octanol-water partition coefficient 400, its vapor pressure 2000 Pa (at 25 °C),
and its solubility 0.9 mol/m3.  Production in the U.S. of PCE is on the order of 3.1 ×
107 kg/y.  For the analysis here, we assumed a source term of 0.01 mol/km2-d
released to air and deposited to the soil surface.  We estimate the KD values for PCE

in ground-surface and root-zone soil, vadose-zone soil, and sediments as 2.3, 0.38,
and 3.8 L/kg, respectively.  We estimate the plant-to-soil and plant-to-air partition
coefficients as 0.87 and 9.5.  Figure 9 provides an illustration of the type of transport
and transformation information for PCE that can be assembled using CalTOX.  In
this figure, we see the distribution and dynamics of PCE at a time ten years after it
was incorporated at a dry-soil concentration of 1 ppm in the root- and vadose-soil
compartments.

Tritium

Tritium is the heaviest and only radioactive isotope of hydrogen.  Natural
production due to cosmic rays is approximately 1.8 × 1017 Bq/y (NCRP, 1979),
corresponding to 1 Bq/km2-d worldwide.  Large amounts have also been produced
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Figure 9.  An illustration of the type of transport and transformation information for  a contaminant that can be 
assembled using CalTOX.  In this example, we see the distribution and dynamics of PCE at a time ten years after it was 
incorporated at a dry-soil concentration of 1 ppm in the root- and vadose-soil compartments.    
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by atomic-energy programs throughout the world.  The concentration of tritium in
environmental waters due to natural tritium production is reported in the range
 0.12 to 0.60 Bq/L (NCRP, 1979).  The right-most column of Table V lists the
concentrations of tritium that were estimated by the NCRP (1979) to be in the water
of various compartments.  These numbers are based on the assumption that the
absolute humidity of the atmosphere is 11 g(water)/m3, that the water content of
surface soil is 100 L/m3, and that plants are 80% water.  The distribution of tritium
that we calculated and report in Table V is based on our assumptions that (1) the
concentration in air of water vapor corresponding to 50% saturation above water at
25 °C is 11 g/m3, (2) concentrations of tritium in above-ground vegetation water are
proportional to plant concentrations, (3) the natural source term is 1 Bq/km2-d,
(4) the molecular weight of tritiated water is approximately 20 g/mol, (5) its octanol-
water partition coefficient is 0.042, (6) its vapor pressure is 3170 Pa (at 25 °C), (7) its
Henry's law constant is 0.063 m3/mol, and (8) the plant-to-soil and plant-to-air
partition coefficients are 8 and 45,000, respectively.

Uranium

Uranium-238 is a long-lived (half life = 4.5 × 109 y) primordial nuclide that is
widely dispersed in the earth's crust.  Weathering processes distribute this nuclide
among the environmental compartments of the earth's surface.  In the atmosphere,
the main natural source of uranium is resuspension of dust from the earth's
surface.  The mean concentration of uranium-238 in soil has been reported as 25
Bq/kg (UNSCEAR, 1988).  This along with other environmental concentrations of
uranium-238 reported in the UNSCEAR report (1988) are listed in Table V.  We
modeled the distribution of uranium-238 using a continuous deposition to surface
soil of 1.2 × 10-6 Bq/d.  Based on environmental abundance data in the UNSCEAR
report (1988), we estimate the KD values for uranium in ground-surface and root-

zone soil, vadose-zone soil, and sediments as 20, 100, and 100 L/kg, respectively and
we estimate the plant-to-soil partition coefficient as 0.009.  Our estimated steady-state
concentrations are listed in Table V and compared to the reported concentrations.

Benzo(a)pyrene (BaP)
Benzo(a)pyrene (BaP) is a lipophilic, low solubility (Kow = 1 × 106), low vapor

pressure (Henry's law constant = 0.048 Pa-m3/mol) compound that tends to be
transported in the environment through binding to dust and sediment particles.
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BaP is a by-product of coal-tar processing, petroleum refining, coke processing, and
power generation (Mackay and Paterson, 1991).  Its molecular weight is 252.  Our
estimates of the KD values for BaP in ground-surface and root-zone soil, vadose-

zone soil, and sediments are 5800, 960, and 9600 L/kg, respectively.  We estimate the
plant/soil partition coefficient as 3000.  Emissions and multimedia concentrations of
BaP in the Ohio River Valley of the U.S. have been measured by Richitt et al. (1982),
who reported emissions to this area of 400 km2 as 40 mol BaP per day.  This
emission rate was used to calculate the concentrations we report and compared to
measured values by Richitt et al (1982) in Table V.  Figure 10 illustrates the
difference in dispersion of BaP and PCE.  The top diagram shows the per cent
distribution of PCE in a land unit with landscape properties from Table IV and one
year after PCE incorporation in the root- and vadose-soil layers at a concentration of
1 ppm dry soil.  The bottom diagram shows per cent distribution of BaP under the
same conditions.

As can be seen from the results in Table V, it is possible to make reliable
estimates of environmental partitioning in regional environments.  Although this
exercise provides illustrates the use of multimedia models as screening tools, it
should not be considered a definitive validation exercise for the use of CalTOX at
hazardous waste sites.  First, it should be noted that the emission used in these
sample applications were primarily air and surface-soil releases, not contaminants
introduced to deeper soils, such as root and vadose.  Second, because we did not
have precise  information on the land area receiving the release or the magnitude of
the release for these sample applications, the results only validate the ability of
CalTOX to reproduce the relative concentration in a number of compartments but
not the absolute level of contamination.  The absolute level of contamination can
easily be adjusted through selection of the source-area ratio.  Finally, the
applications above apply to regions of some 100 km2 or larger and do not reveal the
scale at which the reliability of CalTOX breaks down.  CalTOX is designed to model a
landscape on the order of 1 to 10 km2 associated with a toxic-substances release site.
Smaller landscape areas can be treated with the model, but in such cases, the model
is likely to overestimate the persistence of contamination.
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 Figure 10.  Differences in distribution of BaP and PCE one year after incorporation
in the root- and vadose-zone-soil layers at a concentration of 1 ppm dry soil.
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SUMMARY AND DISCUSSION

Reports of environmental contaminants in air, drinking water, soil, and food
result in public concern about the risks to human health posed by the chemical
byproducts of industrial societies.  Whether contaminated by pesticide application,
waste dumping, or by deposition of airborne pollutants, contaminated soils are
among the issues that are foremost in this area of public awareness.  As applied to
landscapes contaminated by hazardous wastes, risk assessment involves four inter-
related steps.  These are (1) determination of source concentrations or emissions
characteristics, (2) exposure assessment, (3) toxicity assessment, and (4) risk
characterization.  An important issue in both the risk characterization and
subsequent risk management of contaminated soil is how precisely we can
characterize the distribution among individuals of potential doses associated with
chemical contaminants.

In his treatise Air, Water, and Places, the ancient-Greek physician Hippocrates
demonstrated that the appearance of disease in human populations is influenced by
the quality of air, water, and food; the topography of the land; and general living
habits (Wasserstein, 1982).  This approach is still relevant and, indeed, the
cornerstone of modern efforts to relate public health to environmental factors.
What has changed is the precision with which we can measure and model these
long-held relationships.   Today, environmental scientists recognize that plants,
animals, and humans encounter environmental contaminants via complex
transfers through air, water, and food and use multimedia models to evaluate these
transfers.

In the sections above, we provided an overview of methods that can be used
to determine how the interaction among transport and transformation processes
results in the distribution of environmental contaminants in time and among
compartments.  These methods are incorporated into the spreadsheet model,
CalTOX.

Summary

We began with a review of multimedia models—how they came about and
where they are going.  We highlight areas of success, areas of weakness, and areas
that need much more work—such as plant-soil-air modeling.  We have described
methods and models that are incorporated into the CalTOX multimedia-based
exposure model for multiple-pathway exposures.
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CalTOX contains a seven-compartment regional and dynamic multimedia
fugacity-type model that was developed for assessing the spread of contamination
among the environmental media at a landscape unit that represents a toxic-
substances-release site.  It is designed to model a landscape on the order of 1,000 to
107 m2.  Smaller landscape areas can be treated with the model, but in such cases the
model has greater uncertainty associated with model predictions and the persistence
of contamination.  CalTOX is a spreadsheet model and has been developed with the
EXCEL application on Macintosh and IBM-type personal computers.

We began this report by describing the objectives of the model, critical
sensitivities and uncertainties, the chemical classes for which it is appropriate, and
situations for which the model should not be used.  We also described the fugacity
capacities of organic and inorganic chemicals in each CalTOX compartment.

We next provided a detailed overview of the CalTOX multimedia transport
and transformation model including the nature of the mathematical models
describing chemical transport and fate in this seven-compartment system.   Also, we
considered for each compartment transport processes that lead to the dispersion of
substances within a single environmental medium.  Although the CalTOX model
does not explicitly deal with intra-media gradients, this information was provided
to put our model development in proper perspective.  We gave an overview of the
types of transformation processes that can be included in the CalTOX model.  We
then describe the landscape and chemical-property data needed to carry out a
multimedia analysis.  This is followed by a section in which we developed explicit
mathematical descriptions for transformation processes, loss-rate constants, and all
inter-compartment rate constants in the CalTOX model.  We then show how these
rate constants are used to develop the gain-loss equations for a landscape unit and
develop a dynamic solution to this set of equations.  The use of the CalTOX model
was illustrated with several example calculations.  The contaminants considered
include the volatile organic compounds tetrachloroethylene (PCE) and
trichloroethylene (TCE), the semi-volatile organic compound benzo(a)pyrene, and
the radionuclides tritium and uranium-238. These sample calculations reveal that it
is possible to make reliable estimates of environmental partitioning in regional
environments.

The objectives of the multimedia transport and transformation components
of CalTOX are to (1) provide realistic (although) uncertain ranges of contaminant
concentrations available in environmental media at a contaminated site, (2) provide
a relatively simple and accessible model, (3) conserve contaminant mass and comply



December 1993, DRAFT FINAL

-80-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

with laws of chemical equilibrium, (4) address both transport and transformation
processes, (5) allow for a distinction between environmental concentrations and
exposure concentrations, (6) be compatible with uncertainty and sensitivity analyses,
(7) provide time-varying chemical inventories, and (8) be capable of addressing both
continuous inputs and initial concentrations.

The CalTOX model, in descending order of reliability, is capable of handling
nonionic organic chemicals, radionuclides, fully dissociating organic and inorganic
chemicals, and solid-phase metal species.  With careful attention to inputs, the
model can be used for partially dissociated organic and inorganic species.  The model
has not been designed to work with surfactants, inorganic chemicals species with
high vapor-pressure-to-solubility ratios, and volatile metals such as mercury.

As is the case with any model, CalTOX was designed for use in a limited range
of spatial scales, time scales, geographic conditions, and chemical classes.  CalTOX is
intended for application over long time scales, several months to decades.  It should
be used cautiously for time periods less than one year and then only when properly
time-averaged landscape properties are employed.  It should not be used for
landscapes in which water occupies more than 10% of the land surface area.  CalTOX
is designed for modeling very low concentrations of contamination.  When
contaminant concentration exceeds the solubility limit in any phase, the results of
the model are no longer valid.  CalTOX should not be used as substitute for
measured data, where it is available.  Also, it should not be used when a detailed
transport and transformation assessment has been conducted.  However, it might be
used as a compliment to such an assessment.

Discussion

There is a delicate balance between perceived model reliability (which favors
large complex models with big data bases) and utility for policy makers (which
favors simple, flexible, easy-to-use models).  Because many exposure models are
used by policy makers, they should be kept as simple as the science allows.
Furthermore, we always must reflect on whether we have done a good job of
demonstrating that the science justifies a more simple model.  In addition, there is a
need to confront the issue of uncertainty and variability in the predictions of
human exposure.

A key issue of potential concern for application of the CalTOX model to
hazardous waste sites is the appropriateness of the idealized “unit-world” approach
with its spatially homogenous compartments.  Such an approach, while providing
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insight on broad-scale trends and differences in partitioning between different
chemicals, may appear to fail in providing sufficient precision when applied to a
population at a hazardous waste site.  However, CalTOX was designed as a
consistent screening mechanism for those sites where full-scale risk assessment
might only serve to delay the process of evaluation and remediation.  In this
context, we believe the unit-world option, with a rigorous and comprehensive
implementation as provided by the CalTOX model, is attractive and appropriate.
Much of the uncertainty associated with CalTOX is in the transformation factors and
in the intermedia transfer factors, particularly in the air/soil, air/water, and soil-
layer transfers.  The uncertainties about these processes are limiting factors in any
transport model, whether simple or complex.  In addition, for many applications of
CalTOX, source data has large variability and/or uncertainty.  This is particularly the
case for contaminant measurements in soils.

Properly designed multimedia assessments can be used as tools for decision
makers who must select (based on limited information) contaminants and/or
contaminant concentrations likely to pose significant health risk and thus require
regulatory priority.  Health-risk estimates for chemicals are sensitive to the
magnitude of the source term, measures of dose-response (or acceptable dose), as
well as environmental partition factors, reaction rates, and residence times.  For
many compounds, the potential risk is clouded by uncertainties about one or more
of these factors.  In particular, absence of information about environmental
degradation could make some estimates of health risks orders of magnitude too
conservative.  In response to the problem of uncertainty, CalTOX was designed to
provide for a systematic evaluation of uncertainties.  Currently, uncertainty is not
explicitly addressed in many calculations of risk-based exposure standards.   Instead,
uncertainty is dealt with by using conservative values (e.g., 95% upper-confidence
limits) for human exposure factors and (often) median estimates of intermedia
transfer factors.  This results in an almost unpredictable level of confidence about
quantitative expressions of exposure and risk.  Consequently, in the past, risk
managers could determine neither the size of the safety factor that is incorporated
into their standards nor the accuracy of the standards with respect to different sites,
populations, and/or individual toxic substances.

Regulatory toxicology and risk assessment often operate under the premise
that, with sufficient funding, science and technology will provide an obvious and
cost-effective solution for reducing environmental health risks.  However, in reality
there are many sources of uncertainty and variability in the process of human
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health-risk assessment and many of these are not reducible.  Effective
environmental management policies are possible under conditions of uncertainty,
but such policies must directly confront the uncertainty .  There exists well-
developed theories of decision making under uncertainty.  In the context of decision
making, CalTOX was designed so that ultimately it can be used to provide flexibility
to address margins of error; to consider reducible versus irreducible uncertainty; to
separate individual variability from true scientific uncertainty; and to consider
benefits, costs, and comparable risks in the decision making process.

ACKNOWLEDGMENTS

This work was performed under the auspices of the U.S. Department of
Energy (DOE) through Lawrence Livermore National Laboratory (LLNL) under
Contract W-7405-Eng-48.  Funding was provided by the State of California
Department of Toxic Substances Control (DTSC) through Contract
Agreement 91-T0038.  This report and the CalTOX model were written by T. E.
McKone, Health and Ecological Assessments Division, LLNL.

REFERENCES

Allen, D.T., Y. Cohen, and I.R. Kaplan (Eds.) (1989) Intermedia Pollutant Transport:

Modeling and Field Measurements (Plenum Press, New York, NY).

Bacci, E., D. Calamari, C. Gaggi, and M. Vighi (1990) “Bioconcentration of Organic
Chemical Vapors in Plant Leaves: Experimental Measurements and Correlation,”
Environ. Sci. Technol. 24, 885–889.

Bacci, E., and C. Gaggi (1986) “Chlorinated Pesticides and Plant Foliage Translation
Experiments,” Bull. Environ. Contam. Toxicol. 37, 850–857.

Bear, J. and A. Verruijt (1987) Modeling Groundwater Flow and Pollution (D. Reidel
Publishing Company, Dordrecht, Holland).

Benarie, M. M. (1980) Urban Air Pollution Modeling, (MIT Press, Cambridge, MA).



December 1993, DRAFT FINAL

-83-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Bidleman, T.F. and W.T. Foreman (1987) “Vapor-Particle Partitioning of
Semivolatile Organic Compounds,” in The Chemistry of Aquatic Pollutants, R.A.
Hites and S.J. Eisenreich (Eds.) American Chemical Society (ACS) Advances in
Chemistry series, (ACS, New York).

Bodek, I, W.J. Lyman, W.F. Reehl, and D.H. Rosenblatt (1988) Environmental

Inorganic Chemistry Properties, Processes and Estimation Methods (Pergamon Press,
New York).

Boethling, R.S. and A. Sabijic (1989) “Screening–Level Model for Aerobic
Biodegradability Based on a Survey of Expert Knowledge,” Environ. Sci. Technol. 23,
672-679.

Bowen, H.J.M. (1979) Environmental Chemistry of the Elements (Academic
Press, London).

Briggs, G. G., R. H. Bromilow, and A. A. Evans (1982) “Relationship Between
Lipophilicity and Root Uptake and Translocation of Non-Ionized Chemicals by
Barley,” Pestic. Sci. 13, 495–504.

Briggs, G. G., R. H. Bromilow, A. A. Evans, and M. Williams (1983) “Relationships
Between Lipophilicity and the Distribution of Non-Ionized Chemicals in Barley
Shoots Following Uptake by the Roots,” Pestic. Sci. 14, 492–500.

Calamari, D., M. Vighi, and E. Bacci (1987) “The Use of Terrestrial Plant Biomass as a
Parameter in the Fugacity Model,” Chemosphere 16, 2359–2364.

Chapman, S., and T.G. Cowling (1939) The Mathematical Theory of Nonuniform

Gases  (Cambridge University Press, New York, NY).

Cohen, Y. (Ed.) (1986) Pollutants in a Multimedia Environment (Plenum Press, New
York, NY).

Cohen, Y., and P.A. Ryan (1985) "Multimedia Modeling of Environmental
Transport: Trichloroethylene Test Case," Environ. Sci. Technol.  9, 412-417.



December 1993, DRAFT FINAL

-84-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Cohen, Y., W. Tsai, S.L. Chetty, and G.J. Mayer (1990) “Dynamic Partitioning of
Organic Chemicals in Regional Environments:  A Multimedia Screening–Level
Approach,” Environ. Sci. Technol. 24, 1549-1558.

Council on Environmental Quality (CEQ) (1985) Report on Long-Term

Environmental Research and Development,  Executive Office of the President of the
United States, Council on Environmental Quality, Washington, DC.

Diamond, M.L., D. Mackay, P.M. Welboum (1992) “Models of Multi-Media
Partitioning of Multi-Species Chemicals: The Fugacity/Aquivalence Approach,”
Chemosphere, 25, 1907-1921.

Fiedler, D. A., K. W. Brown, J. C. Thomas, and K. C. Donnelly (1991) “Mutagenic
Potential of Plants Grown on Municipal Sewage Sludge-Amended Soil,” Arch.

Environ. Contam. Toxicol. 20, 385–390.

Formica, S.J., J.A. Baron, L.J. Thibodeaux, and K.T. Valsaraj (1988) “PCB Transport
into Lake Sediments. Conceptual Model and Laboratory Simulation,” Environ. Sci.

Technol. 22, 1435-1440.

Freeze, R.A. and J.A. Cherry, (1979) Groundwater (Prentice-Hall, Englewood
Cliffs, NJ).

Gifford, F. A., and S. R. Hanna (1973) “Modeling Urban Air Pollution,” Atmos.

Environ. 7, 131–136.

Gleick, P.L. (1987) “The Development and Testing of a Water Balance Model for
Climate Impact Assessment,” Water Resour. Res. 23, 1049-1061.

Hammond, D., H.J. Simpson, and G. Mathieu (1975) “Methane and Radon-222 as
Tracers for Mechanisms of Exchange across the Sediment-Water Interface in the
Hudson River Estuary,” in Marine Chemistry in the Coastal  Environment,
American Chemical Society Symposium Series 18, T.M. Church, Ed. (American
Chemical Society, Washington D.C.)



December 1993, DRAFT FINAL

-85-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Hanna, S.R., G.A. Briggs, and R.P. Hosker, Jr., (1982), Handbook on Atmospheric
Diffusion, U.S. Department of Energy report DOE/TIC-11223

Hinds, W.C. (1982) Aerosol Technology, Properties and Behavior and Measurement

of Airborne Particles, (Wiley and Sons, New York).

Horne, R.A. (1978) The Chemistry of Our Environment (Wiley-Interscience,
New York).

Howard, P.H., J. Saxena, and H. Sikka (1978), "Determining the Fate of Chemicals,"
Environ. Sci. Technol. 12, 398-407.

Howard, P.H. (1989) Handbook of Environmental Fate and Exposure Data for

Organic Chemicals , Volume I (Lewis Publishers, Chelsea, MI).

Howard, P.H. (1990) Handbook of Environmental Fate and Exposure Data for

Organic Chemicals , Volume II (Lewis Publishers, Chelsea, MI).

Howard, P.H. (1991) Handbook of Environmental Fate and Exposure Data for

Organic Chemicals , Volume III (Lewis Publishers, Chelsea, MI).

International Atomic Energy Agency (IAEA) (1989)  Evaluating the Reliability of

Predictions Made Using Environmental Transport Models, Safety Series 100,
(International Atomic Energy Agency, Vienna)

Junge, C.E. (1977) “Basic Considerations about Trace Constituents in the Atmosphere
as Related to the Fate of Global Pollutants,” in Fate of Pollutants in the Air and

Water Environments, I.H. Suffet, Ed. (Wiley and Sons, New York) pp 7-26.

Jury, W., W. Spencer, and W. Farmer (1983) “Behavior Assessment Model for Trace
Organics in Soil: I. Model Description,” J. Environ. Qual. 12, 558-564.

Jury, W.A., D. Russo, G. Streile, and H. El Abd (1990) “Evaluation of Volatilization
by Organic Chemicals Residing Below the Soil Surface,” Water Resources Res.

26, 13–20.



December 1993, DRAFT FINAL

-86-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Karickhoff, S.W. (1981) “Semi-Empirical Estimation of Sorption of Hydrophobic
Pollutants on Natural Sediments and Soils,” Chemosphere 10: 833-846.

Karickhoff, S. W. (1985)  “Pollutant Sorption in Environmental Systems,”
Environmental Exposure from Chemicals, Vol. 1, W.B. Neely and G.E. Blau, Eds.
(CRC Press, Boca Raton).

Ligocki, M.P. and J.F. Pankow (1989) “Measurements of the Gas/Particle
Distributions of Atmospheric Organic Compounds,” Environ. Sci. Technol.  23, 75-
83.

Lyman, W.J., W.F. Reehl, and D.H. Rosenblatt (1982) Handbook of Chemical

Property Estimation Methods (McGraw-Hill, New York).

McFarlane, J. C., T. Pfleeger, and J. Fletcher (1987) “Transpiration Effect on the
Uptake and Distribution of Bromacil, Nitrobenzene, and Phenol in Soybean Plants,”
J. Environ. Qual. 16, 372–376.

Mackay, D. (1979) "Finding Fugacity Feasible," Environ. Sci. Technol. 13, 1218-1223.

Mackay, D. (1991) Multimedia Environmental Models, the Fugacity Approach

(Lewis Publishers, Chelsea, MI)

Mackay, D. and M. Diamond (1989) “Application of the QWASI (Quantitative Water
Air Sediment Interaction) Model to the Dynamics of Inorganic Chemicals in Lakes,”
Chemosphere 18, 1343-1365.

Mackay, D., and S. Paterson (1981) "Calculating Fugacity," Environ. Sci. Technol. 15,
1006-1014.

Mackay, D., and W.Y. Shiu (1981) “A Critical Review of Henry’s Law Constants for
Chemicals of Environmental Interest,” J. Phys. Chem. Ref. Data 10, 1175-1199.

Mackay, D., and S. Paterson (1982) "Fugacity Revisited," Environ. Sci. Technol.  16,
654-660.



December 1993, DRAFT FINAL

-87-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Mackay, D., M. Joy, and S. Paterson (1983a) “A Quantitative Water, Air, Sediment
Interaction (QWASI) Fugacity Model for Describing the Fate of Chemicals in Lakes,”
Chemosphere 12, 981-997.

Mackay, D., S. Paterson, and M. Joy (1983b) “A Quantitative Water, Air, Sediment
Interaction (QWASI) Fugacity Model for Describing the Fate of Chemicals in
Rivers,” Chemosphere 12, 1193-1208.

Mackay, D., S. Paterson, and W.H. Schroeder (1986) “Model Describing the Rates of
Transfer Processes of Organic Chemicals between Atmosphere and Water,” Environ.

Sci. Technol   .   ,  20, 810-816.

Mackay, D., and S. Paterson (1991) “Evaluating the Multimedia Fate of Organic
Chemicals: A Level III Fugacity Model,” Environ. Sci. Technol   .   ,  25, 427-436.

McKone, T.E., L.B. Gratt, M.J. Lyon, and B.W. Perry (1987) GEOTOX Multimedia

Compartment Model User's Guide, Lawrence Livermore National Laboratory,
Livermore, CA UCRL-15913.

McKone, T.E., and D.W. Layton (1986) “Screening the Potential Risk of Toxic
Substances Using a Multimedia Compartment Model: Estimation of Human
Exposure,” Regul. Toxicol. Pharmacol. 6, 359-380.

Millington, R.J. and J.M. Quirk (1961) “Permeability of Porous Solids,” Trans.

Faraday Soc.  57, 1200-1207.

National Council on Radiation Protection and Measurements (NCRP) (1979)
Tritium in the Environment, NCRP Report 62, NCRP, Washington, D.C.

Ng, Y. C. (1982) “A Review of Transfer Factors for Assessing the Dose from
Radionuclides in Agricultural Products,” Nucl. Safety 23, 57–71.

Pankow, J.F. (1987) “Review and Comparison Analysis of the Theories on
Partitioning Between the Gas and Aerosol Phases in the Atmosphere,” Atmos.

Environ. 21, 2275-2283.



December 1993, DRAFT FINAL

-88-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Pasquill, F. (1961) “The Estimation of the Dispersion of Windborne Material,”
Meteorol. Mag. 90, 33–49.

Paterson, S., and D. Mackay (1989) “Modeling the Uptake and Distribution of Organic
Chemicals in Plants,” in Intermedia Pollutant Transport:  Modeling and Field

Measurements, Allen, D. T., Y. Cohen, and I. R. Kaplan, Eds. (Plenum Press, New
York, NY), pp. 283–292.

Prausnitz, J.M. (1969) Molecular Thermodynamics of Fluid-Phase Equilibria,
(Prentice-Hall, Englewood Cliffs, NJ.)

Reid, R.C., J.M. Prausnitz, and B.E. Poling (1987) The Properties of Gases and Liquids,
4th Ed. (McGraw-Hill, New York).

Reuber, B., D. Mackay, S. Paterson, and P. Stokes (1987) “A Discussion of Chemical
Equilibria and Transport at the Sediment-Water Interface,” Environ. Toxicol. Chem.
6, 731-739.

Richitt, P., V. Webb, R. Schonbrod, and J. Behar (1982) "Evaluation of the
International Workshop on Exposure Monitoring Systems in Southeast Ohio,"
Environ. Monit. Assess. 2, 171-196.

Ryan, P., and Y. Cohen (1986) “Multimedia Transport of Particle Bound Organics,
Benzo(a)Pyrene Test Case,” Chemosphere 15, 21-47.

Riederer, M. (1990) “Estimating Partitioning and Transport of Organic Chemicals in
the Foliage/Atmosphere System:  Discussion of a Fugacity-Based Model,” Environ.

Sci. Technol. 24, 829–837.

Schnoor, J.L. (1981) “Fate and Transport of Dieldrin in Coraville Reservoir: Residues
in Fish and Water Following a Pesticide Ban,” Science 211, 840-842.

Schnoor, J.L. and D.C. MacAvoy (1981) “A Pesticide Transport and Bioconcentration
Model,” J. Environ. Eng. Div, American Society of Civil Engineers 107, 1229-1245.



December 1993, DRAFT FINAL

-89-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

Soil Conservation Service (1975) Soil Taxonomy, A Basic System of Soil

Classification for the Making and Interpreting Soil Surveys, Agricultural Handbook
# 436, (U.S. Government Printing Office, Washington, D.C.).

Southworth, G.R. (1979) “The Role of Volatilization in Removing Polycyclic
Aromatics from Aquatic Environments,” Bull. Environ. Contamin. Toxicol. 21, 507-
514.

Stumm, W. and J.J. Morgan (1981) Aquatic Chemistry, An Introduction

Emphasizing Chemical Equilibria in Natural Waters, 2nd Ed. (John Wiley and Sons,
New York, NY).

Taylor, A.C. (1992) Addressing Uncertainty in the Estimation of Environmental

Exposure and Cancer Potency, Doctoral Thesis, The Harvard School of Public Health,
Boston, MA.

Thibodeaux, L.J. (1979) Chemodynamics, Environmental Movement of Chemicals

in Air, Water, and Soil, (John Wiley and Sons, New York).

Tinsley, I. J. (1979) Chemical Concepts in Pollutant Behavior (John Wiley & Sons,
New York, NY).

Trapp, S., M. Matthies, I. Scheunert, and E. M. Topp (1990) “Modeling the
Bioconcentration of Organic Chemicals in Plants,” Environ. Sci. Technol. 24, 1246–
1252.

Travis, C. C., and A. D. Arms (1988) “Bioconcentration of Organics in Beef, Milk, and
Vegetation,” Environ. Sci. Technol. 22, 271–274.

Travis, C. C., and H. A. Hattemer-Frey (1988), “Uptake of Organics by Aerial Plant
Parts: A Call for Research,” Chemosphere 17, 277–284.

Turner, D. B. (1970) Workbook of Atmospheric Dispersion Estimates, Office of Air
Programs, U.S. Environmental Protection Agency, Research Triangle Park, NC.



December 1993, DRAFT FINAL

-90-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

United Nations Scientific Committee on the Effects of Atomic Radiation
(UNSCEAR) (1988) Sources, Effects, and Risks of Ionizing Radiation, Report to the
General Assembly (United Nations, New York, NY).

U.S. Department of Agriculture (1978) Predicting Rainfall Erosion Losses, A Guide to

Conservation Planning, USDA Handbook # 537 (U.S. Government Printing Office,
Washington D.C.)

U.S. National Oceanic and Atmospheric Administration (1974) Climates of the

States, Volume II Western States, (Water Information Center, Inc., Port
Washington, NY).

van der Leeden, F., F.L. Troise, and D.K. Todd (1991) The Water Encyclopedia (Lewis
Publishers, Chelsea, MI).

Verschueren, K. (1983) Handbook of Environmental Data on Organic Chemicals,
(Van Nostrand Reinhold, New York, NY).

Wasserstein, A. (1982) Galen's commentary on the Hippocratic Treatise, Airs,

Waters, Places, (English translation and notes) Proceedings of the Israel Academy of
Sciences and Humanities VI, 3 (Israel Academy of Sciences and Humanities,
Jerusalem).

Wedepohl, K.H. (1969-1978) Handbook of Geochemistry (Springer-Verlag, Berlin).

Whicker, F.W. and T.B. Kirchner (1987) “PATHWAY: A Dynamic Food-Chain
Model to Predict Radionuclide Ingestion After Fallout Deposition,” Health Phys. 52,
717-737.

Whitby, K.T. (1978) “The Physical Characteristics of Sulfur Aerosols,” Atmos.

Environ. 12, 135-159.

Wilke, C.R. and P. Chang (1955) “Correlation of Diffusion Coefficients in Dilute
Solutions, “ AIChE J. 1, 264-270.



December 1993, DRAFT FINAL

-91-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

APPENDIX A: PARAMETER LISTS

Constants

R Universal gas constant (8.31 Pa-m3/mol-K)

Chemical Source Terms and Initial Inventories
Sa continuous source term of contaminant to air (mol/d)
Sg continuous source term of contaminant to soil surface (mol/d)
Sw continuous source term of contaminant to surface water (mol/d)
Ns(0) initial inventory in the root-zone soil (mol)
Nv(0) initial inventory in the vadose-zone soil (mol)

Chemical Properties

M W Molecular weight (g/mol)
Kow Octanol-water partition coefficient (L[water]/L[octanol])
Tm melting point of the chemical (K)
VP vapor pressure in Pa
S solubility in mol/m3

H henry's law constant (pa-m3/mol)
Dair diffusion coefficient in pure air (m2/d)
Dwater diffusion coefficient in pure water (m2/d)
Ra reaction rate constant in air in 1/d
Rp reaction rate constant in plants in 1/d
Rs reaction rate constant in root-zone soil in 1/d
Rv reaction rate constant in vadose-zone soil in 1/d
Rw reaction rate constant in surface water in 1/d
Rd reaction rate constant in sediment in 1/d

Landscape Properties

Area area in m2

rain precipitation onto land  (m/d)
inflow flow of surface water into the landscape system (m/d)
runoff land surface runoff (m/d)
ρba atmospheric particle load (kg/m3)
vd deposition velocity of atmospheric particles (m/d)
bioinv plant dry mass inventory (kg/m2)
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bioprd plant dry mass production (kg/m2/yr)
biodm plant dry mass fraction
ρp plant density kg/L

recharge ground water recharges (m/d)
evaporate evaporation of water from surface water (m/d)
dg thickness of the ground-soil layer (m)
ρsg density of soil particles in the ground-soil layer (kg/m3[particles])
βg water content of the soil in the ground-soil layer (m3[water]/m3[soil])
αg volumetric air content in the ground-soil layer (m3[air]/m3[soil])

erosion mechanical erosion rate from surface soil (kg/m2-d)
ds thickness of the root-zone soil layer (m)
ρss density of soil particles in the root-zone soil (kg/m3[particles])
βs water content of the soil in the root-zone soil (m3[water]/m3[soil])
αs volumetric air content in the root-zone soil (m3[air]/m3[soil])
dv thickness of the vadose layer (m)
βv water content of the soil in the vadose layer (m3[water]/m3[soil])
ρsv density of soil particles in the vadose layer (kg/m3)
αv volumetric air content in the vadose layer (m3[air]/m3[soil])
farw fraction of the total surface area in surface water
dw average depth of surface waters (m)
ρbw suspended sediment load in surface water (kg/m3)

deposit deposition rate of suspended sediment (kg/m2/d)
dd thickness of the sediment layer (m)
ρsd density of particles in the sediment layer (kg/m3[particles])
βd porosity of the sediment zone

resuspend resuspension rate from the sediment layer (kg/m2/d)
T ambient environmental temperature (kelvins)
currentw surface water current in m/d
focs fraction organic carbon in the root-zone soil
focv fraction organic carbon in the vadose zone
focd fraction organic carbon in sediments
δag boundary-layer thickness in air above ground-surface soil (m)
vw yearly average wind speed (m/d)

Calculated Chemical and Landscape Properties
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Koc * organic carbon partition coefficient
KDg * water-phase/solid-phase partition coefficient in ground-surface soil
KDs * water-phase/solid-phase partition coefficient in root-zone soil
KDv * water-phase/solid-phase partition coefficient in the vadose zone
KDd * water-phase/solid-phase partition coefficient in surface-water sediments
da height of the air compartment (m)
evapotrans evapotranspiration of water from soil (m/d)
outflow total surface water runoff (m/d)
δaw air-side boundary layer thickness at the air-water interface (m)
δwa water-side boundary layer thickness at the air-water interface (m)
δg boundary layer thickness in the ground-surface-soil compartment (m)
δs boundary layer thickness in the root-zone soil compartment (m)
δwd water-side boundary layer thickness at water-sediment interface (m)
δdw sediment-side boundary layer thickness at water-sediment interface (m)

* For these properties the default calculation is not used when an input value
is provided.

Compartment Volumes
V a air compartment volume in m3

Vp plant compartment volume in m3

Vg ground-surface soil compartment volume in m3

Vs root-zone soil compartment volume in m3

Vv vadose-zone soil compartment volume in m3

Vw surface-water compartment volume in m3

Vd sediment compartment volume in m3

Fugacity Capacities
Zair fugacity capacity of pure air (mol/m3-Pa)
Zwater fugacity capacity of pure water (mol/m3-Pa)
Zap fugacity capacity of particles in air (mol/m3[s]-Pa)
Zgp fugacity capacity of ground-surface-soil particles (mol/m3[s]-Pa)
Zsp fugacity capacity of root-soil compartment particles (mol/m3[s]-Pa)
Zvp fugacity capacity of vadose-soil compartment particles (mol/m3[s]-Pa)
Zwp fugacity capacity of suspended sediment particles (mol/m3[s]-Pa)
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Zdp fugacity capacity of bottom sediment particles (mol/m3[s]-Pa)
Za fugacity capacity of air compartment (mol/m3-Pa)
Zp fugacity capacity of plant biomass (mol/m3-Pa)
Zg fugacity capacity of ground-surface soil (mol/m3-Pa)
Zs fugacity capacity of root-zone soil compartment (mol/m3-Pa)
Zv fugacity capacity of vadose-zone soil compartment (mol/m3-Pa)
Zw fugacity capacity of water compartment (mol/m3-Pa)
Zd fugacity capacity of sediment compartment (mol/m3-Pa)

Compartment Diffusion Coefficients
Dg effective diffusion coefficient in ground-surface soil (m2/d)
Ds effective diffusion coefficient in root-zone soil (m2/d)
Dd effective diffusion coefficient in the sediment compartment (m2/d)

Fugacity-Based Mass-Transfer Coefficients

Ya
ag fugacity mass transfer coefficient on the air side of the air-ground-soil

interface (mol/Pa-m2-d)

Yg
ag fugacity mass transfer coefficient on the ground-soil side of the air-

ground-soil interface (mol/Pa-m2-d)

Yg
gs 

fugacity mass transfer coefficient on the ground-soil side of the
ground-surface-soil and root-zone-soil interface (mol/Pa-m2-d)

Ys
gs 

fugacity mass transfer coefficient on the root-zone-soil side of the
ground-surface-soil and root-zone-soil interface (mol/Pa-m2-d)

Ya
aw fugacity mass transfer coefficient on the air side of the air and surface-

water interface (mol/Pa-m2-d)

Yw
aw fugacity mass transfer coefficient on the water side of the air and

surface-water interface (mol/Pa-m2-d)

Yw
wd fugacity mass transfer coefficient on the water side of the surface-

water and sediment interface (mol/Pa-m2-d)

Yd
wd fugacity mass transfer coefficient on the water side of the surface-

water and sediment interface (mol/Pa-m2-d)

Yag fugacity mass transfer coefficient at air and ground-surface-soil
interface (mol/Pa-m2-d)

Ygs fugacity mass transfer coefficient at ground-surface-soil and root-
zone-soil interface (mol/Pa-m2-d)
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Yaw fugacity mass transfer coefficient at the air and surface-water interface
(mol/Pa-m2-d)

Ywd fugacity mass transfer coefficient at the sediment and surface-water
interface (mol/Pa-m2-d)

Molar-Transfer-Rate Constants
Tap transfer rate constant from air to plants (day-1)
Tag transfer rate constant from air to ground-surface soil (day-1)
Taw transfer rate constant from air to surface water (day-1)
Tao transfer rate constant from air and out of the landscape (day-1)
Tpa transfer rate constant from plants to air (day-1)
Tps transfer rate constant from plants to root-zone soil (day-1)
Tga transfer rate constant from ground-surface soil to air (day-1)
Tgv transfer rate constant from ground-surface to root-zone soil (day-1)
Tgw transfer rate constant from ground-surface soil to surface water  (day-1)
Tsv transfer rate constant from root-zone to ground-surface soil (day-1)
Tsp transfer rate constant from root-zone soil to plants (day-1)
Tsv transfer rate constant from root-zone to vadose-zone soil (day-1)
Tvo transfer rate constant from vadose-zone soil to ground water (day-1)
Twa transfer rate constant from surface water to air (day-1)
Twd transfer rate constant from surface water to sediments (day-1)
Two transfer rate constant from surface water out of the landscape (day-1)
Tdw transfer rate constant from sediments to surface water (day-1)

Loss rate constants
La loss rate constant for the air compartment (day-1)
Lp loss rate constant for the plants compartment (day-1)
Lg loss rate constant for the ground-surface-soil compartment (day-1)
Ls loss rate constant for the root-zone-soil compartment (day-1)
Lv loss rate constant for the vadose-zone-soil compartment (day-1)
Lw loss rate constant for the surface-water compartment (day-1)
Ld loss rate constant for the sediments compartment (day-1)



December 1993, DRAFT FINAL

-96-
Technical Report- Do Not Quote, Cite or Use for Regulatory Action

APPENDIX B: THE RELATIONSHIP OF THE BOX MODEL TO THE GAUSSIAN-

PLUME MODEL FOR PREDICTING AIR DISPERSION

Substances in outdoor (or ambient) air are dispersed by atmospheric
advection and diffusion.  Meteorological parameters have an overwhelming
influence on the behavior of contaminants in the lower atmosphere.  Among them,
wind parameters (direction, velocity, and turbulence) and thermal properties
(stability) are the most important.  The standard models for estimating the time and
spatial distribution of point sources of contamination in the atmosphere are the
Gaussian statistical solutions of the atmospheric diffusion equation.  These models
are obtained from solution of the classical differential equation for time-dependent
diffusion in three dimensions.  The standard Gaussian plume model has the form,

χ/Q = 
1

2 π vw
   × g1 × g2 [B-1]

where g1 and g2 represent the respective horizontal and vertical dispersion factors

about the plume center line and are given by

g1 = 
1

σy
  exp 
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and where χ/Q is the ratio of contaminant concentration, χ in mol/m3, to source
strength, Q in mole per hour, at a distance y (m) downwind and distance z (m)
above the source; vw is the ground-surface wind speed in m/h, H is the height of the
release, in m; and σz and σy are, respectively vertical and horizontal dispersion

parameters (in m) that increase with increasing distance from the source.  However,
σz can be no greater than L, the mixing height of the lower troposphere.

When we consider the cross-wind integral from y = –∞ to +∞ of equation [B-2]
above and consider the dispersion over a 22.5 ° (2 π x/16) segment of a circle a
distance x from the source, then equation [B-2] above gives the average cross-wind
dispersion at a distance x from the source as
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16
2 π x

  ⌡⌠
-∞

+∞

 g1 dy  = 
16

x 2π
   . [B-6]

And when we consider the integral from 0 to +∞ of equation [B-3] for a ground-level
release (H=0) and the dispersion over a mixing height of depth da, then equation

[B-3] becomes

1
da

  ⌡⌠
0

+∞

 g2 dz  = 
2π

da
    . [B-5]

Thus, the vertical and cross-wind average concentration at a distance x from the
source, χ̄ , is given by

 χ̄  = 
1

2 π vw
   Q ×  

16

x 2π
   × 

2π
da

   = 
16 Q

 2 π x vw da
  = 

2.5 Q
 x vw da

 [B-6]

Another approach to the dispersion of substances in the atmosphere is based
on the application of a mass balance to a volume element, parcel, or box of air.  This
gives rise to the “box” models.  In this approach, the region to be studied is divided
into cells or boxes.  The concentration in each box is assumed to be uniform and is a
function of the box volume, the rate at which material is being imported, emission
rates within the box, and the rate at which material is exported from the box.
Gifford and Hanna (1973) have shown that, in a simple box model, the yearly
average concentration of contaminant within the box is proportional to the source
strength in mass per unit area divided by the wind speed.  Based on data from U.S.
cities, they have developed for both gases and particles proportionality coefficients
that can be used to estimate long-term contaminant concentrations.

According to Benarie (1980), the long-term average pollutant concentration in
a region bordered by a box model with volume Va and pollution source, Q mol/h, is

given by

χ̄  = Na/Va = 
c Q

Area × vw
     , [B-7]
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where Na is the pollutant inventory in mol,c is a unitless proportionality constant;
Area is the area of the region being modeled in m2, and vw is the long-term average

wind speed in m/h.  Based on a model for area sources developed by Turner (1970),
the constant c can be estimated as  4.3  Area /da, where Area  is the cross-sectional

length of an assumed square area containing the source Q.  Putting this in equation
[B-7] gives

χ̄  =  
 4.3 Q

Area × da × vw
    [B-8]

as the concentration given by the box model.  Now, when we recognize that the area
occupied by a circle of radius x is πx2 and make this substitution into equation [B-6],
we obtain a very similar relationship,

χ̄  =  
 4.4 Q

Area × da × vw
  [B-9]

where Area is the surface area occupied by a circle of radius x.  However, equation
[B-9] only applies when the vertical dispersion is contained within a mixing height
of depth da, typically past a distance of several km, and when cross-wind averages of

the horizontal concentration are appropriate, that is over long time periods.
Dispersion in the air-compartment of CalTOX is based on the box-model

approach.  But as shown above, the ratio of concentration to source predicted by the
Gaussian plume model is similar in form to that predicted by the box model when
this ratio is averaged over long time periods (on the order of one year) and over an
area of several km2 or greater.


